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Abstract 



PURPOSE: To obtain a pyrazole derivative useful as an anti-herpes virus agent, having 
excellent activity and safety. 

CONSTITUTION: This derivative is shown by formula I (ring A is benzimidazole or 
imidazopyridine; R<1> is 2-fluorophenyl, etc.; R<2> is formyl or acetyl; R<3> is H, F or CI) such 
as 6-(3-methyl-1H-pyrazol-4-y1)imidazo[1,2-a]pyridine. The derivative of formula I is obtained 
by subjecting trimethylsilyldiazomethane of the formula (Me)3 SiCHN2 under cooling at about - 
78 deg.C and an olefin compound of formula II to ring closure in a solvent such as methanol or 
ethanol not inhibiting a reaction in the presence of a base such as n-butyllithium. The dose of 
an anti-herpes agent is preferably 1-100-mg per adult daily and administered once to several 
times dividedly. 
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+yS. l,2,2-hU;*?JU:7n3t?*v*, l-x^lr-i- 

[0 0 3 0] -&5£ 
Ht2 5] 




an) 



(9) 



[0 0 3 1] C5S«K SA, R'BWE^St^CT* ★->U;i/»©l**tt. S£©;/U JPSat&KTS&ftTfr 



n^-To ] T«$n5ffS(iii)». ±iBffS(i), (id 

* ?)l> */ 'J ^y7>;^ * >(8) £*U - 7 8 "C IC^T, n 



+ R NHNH2 



40 




[0 0 3 2] 
Mfc2 6] 




(10) 



(id 



(12) 



[0 0 3 3] [5£*. SA, R«. R'liME£tt∋ 50 Ti&S. ] T£$nSfTg<IV)»C«fcotfc#K{fc;£4&& 



—914— 



(9) 



8-183787 



15 



16 



* [0034] sstc-nea; 

Ht2 7] 



Hp2 C/ 




N 



(13) (14) 
[0 0 3 5] CjS*, R 1 , R'ttfMEjfeSfcHCT* 

sis ns ffe w tr ? i/-*m#o§jjtt« 

3) ©1A5^ FR»#*fc'&tt(14) d 1 fc ^ 

o 




(V 



05) 

[0 0 3 6] HKiS 
Hfc2 8] 



HNOC A 

ti 

N 



• (15) 

[0 0 3 7] (3*. R 1 , R 2 > RMiWiBSStl^i; 
T*So ) T*$nsffS(VI)}i±|Bffe(V)(cj;D# 

[0 0 3 8] ±E<Off8fc*»*E«tt1*fcia*Lfc*> 
©SB^THftttt* -78^-150^ #£L<tt 
-40-50^ <fc D»SU<tt- 2 0-2 S'CGDi&g 40 

[0 0 3 9] *«WTlWlx55«PlitLTtt, 

«Atf, *^/-;k x^/-;k yn;v-;k 

WHfj^hX ^XWhX y^UA+1j-y> 
&£©$rh>J£ ylfjU-fJk -fV^Dlf;Vx- 



OH 




(VI) 



(16) 

mm^jv. ftxfjk »K-fv^Dtr;k im 

**x ^na#;k^ mmfc&km* l, 

x^x hU^PDxfl/X fh^^nnxfl/^ft 

fo/\Dy>«ft*m ^xtfx Wktx 
ux ty^DM^x xhD^>fx -r >x 
x eu^x *;ux 3»j?x 7x;-m£o 

^X *99>* -iV*99>. 5itiK>^X 5ffiX 

-^fc£©fiMt**J& x*/-;i,75X ^x?;p 

7SX HJX^l^SX tfO'JyX tf^U vX 
fcf^^X WJX 7XUX ^/f;i/7xu 
X ^>v;P7^X hJKy>fti:07^>S, 
A7^h\ N-^fJ|/t!uUHX N. N-^^^JK 
Si^/DX N, N-^^;P7-feh7^ N, N — 
>>*f JI/*;kk7^ F££©75 FJH, 'vfrlJ-^JHJ 
>«MJ73P, ^\+^^;«U>KhU7^ Ffc£ 

[0040] &±<DKmi&T'& s mmizkomftcomw 



-915- 



(10) 



1$Wi¥8- 1 8 3 7 8 7 



17 

[0041] *&mz%zft^)W7.m<»&$mm.vii 

<om&, ttffl. #*. i^loa^i: 

«fcDgfc-5*<, IMAlBSfcDl-lOOOmgT 
S01~S:llI(C»ttTS#-r-5. ^-©S^Hfe 

[0042] cnem>Hi:ca9*ffi^6n«R)nH. 
mnm. *&ag. m&maam. *±«Mffc 

7>. >&£) . I7tW (5 'JXf> 

K^^MVFxi'Jk 5 UX^K'f v7u\f.)V1s. 
E) . fl5i»7;krr-;P (-fchX5 L 7 l j;mUn-;k ^ 



tt£«mt»f&n«. pHn«©&feicH«8iK cant 

[0043] *%Wft.&mt. 'viw^X'MjkxfcMi, 
Ji^x^;kx»]<fcLT*fflfcfc£<&T<&5. *9MM: 

[0044] swi^x-m jixm&omfem 

ttH S V-l&tt®M£tt:/?-?tt4>&££ 0 ff o fc. 

2 4 9x;i/T-f £/ n:/u- h KJggLfcVE R 



#ffiffittSJ (#U**^X^l/>JKl&fcx;*T-;k 7^ iO 50*^100PFU©HS V-lKOS«c*K*f$1t5. 1 



v-X^U^RflsttSUft. jtfU^^X^l^tfU:** 

#*vtfx;ktf jp'jx^W^^Un-jk #U 
tx^KnUHX ^JkfeJVa-xfcf) , 7)Vn- 
)V (x*/-;k -f 7 :/ a /i /-;!,&£) , £mr)Vn 
-)l> (^'J-b'JX ^"nh!^>^ijn-;k vT'nbri^ 



ttC«RLfclHft<im«AlX.3BniS««K»t«. -e© 

-l®ftft££DT&£:/?-?®ft£IHfc-r«. tSLlZh 

[0045] 
»1] 







6-(3->f^-lH-f7^- 
4-4*0 Y 5^3/ CI, 2- a) try 


0. 48/i g/m I 


2- a] ¥\) i?> 


O. 0 7m e/ih 1 


l-^/V-6- (3- (4-* h**> 
7x-/U) - 1 H- 1'7 /V- 4 -4 


0. 0 4m e/m I 




0. 0 3m s/m 1 


[3- (2, 4-^7 
4 --f/V] -OX^f^i/-/V 


< O. 0 1 e m g/m 1 



[0 0 4 6] *fc*«WftHfc»KK9i-r*fc»t^ 

sn*fe©r»aftK %Nm4> ! h n.m.r.x 

^ h5Al4Variantt FT NMR(400MHz)TSI/tLfco 
[0 0 4 7] (Si, «T, TrtthU?*»S, SEMft 



[0048] 

6- (3-^^;U- lH-b!77-;P-4"^Jl/) 
CI, 2 -a) >f 5^/KUy> 



—916— 



(11) 



W8- 1 8 3 7 8 7 



19 



20 



[0 049] 
Ht2 9] 




[0 0 5 0] 4 -v^^;i/7^7-3- (6--f^^/ 
Cl, 2 - a] lfy$?-j» - 3 -^f>- 2 
(M.Yamanaka et al. Chem.Pharm.Bull. , 39(6), 1556-67, 
1991)31. 41gftX^/-;W25mlfc»apS^ fc r^^> 
-*»«13-7g*llOAlttnttJ|(««L&. ftfe «fffl 

^4W^#tt*tl/T»6*afc 0R*2i.25g) . 

m. p. : 230— 231° (dec) 
MS:199(MH + ) 

1 H-NMR (DMSO-d s ) 6 (ppm) : 12. 7 (1H, br) , 8. 58 (1H, m) , 7. 9 
2 (IB, br, s), 7. 56 (IB, d, J=9. 3Hz), 7. 54 (1H, d, J=l. 1Hz), 
7. 35 OH, dd, J=l. 8, 9. 3Hz) f 2. 37 (3H, s) 

[oo5i] mmm2 

3-^^;i/^uy^^;i/-6- (3-^^-ih- 

U77^-4H^) CI. 2-a] >f3j^/trU3? 
> 

[0 0 5 2] 
Hfc3 0] 




[0 0 5 3] ?tt)\,%sV >780mg£X^y — )V20n\\Z 
2NHC13. 78ml,37%^;i/VU >613iag^JJD^-30» 

i&WLtco dtx(c6- (3-j*?;i/-iH-tr^/-;i/ 

-4->f;W (1, 2-a] -f ^^fcfUv>500mg£ 

M^emmMmm^hrzo NaHC0 3T7;i/#utt 

S^5*^A^DTh^^7^-(Et OAc-Ac e t one=3 
-1) \ZTft&? Z> tn&T^Jly r X«H#3W909n«ff £ 

fcbT40augftStlfc. 
dlp. :222— 223° 
MS:314(MH + ) 

1 H-NMR (DMSO-d e ) 6 (ppm) : 12. 75 (1H, br) , 8. 41 (1H, br, 
s) , 7. 56 (1H, d, J=9. 3Hz), 7. 45 (1H, s), 7. 39 (Ifl, dd, J=9. 3, 
1. 3Hz) , 3. 84 (2H, s), 2. 66-2. 54 (8H, m) , 2. 41 (3B, s) 

[0054] $mmz 

V-)V-4-' (Jl) [l. 2 -a] >f3^/KUS?> 
[0 0 5 5] 
Hfc3 1] 




[0 0 5 6] ^*U>660mg£2NHC13.78mK 37%* 

ji/v y >6i4mgsira^SiaT i isiB&ftLfco cintc 6 
- (3-^f;p-iH-tf7^;p-4-f« ci, 

J0 2 - a] -f ^yytTU v>>500mg^Jn^, 7&#M80 < C 
KTStfL&o NaHC0s*»A7^#Utt£U3fc 
, S>*nn**>iOQilT»tHUfc. igSSSSIg, 9 
S*^Ai7DVh^^7>r-(Et OAc-MeOH=10-l) ICT 
»ST^<i:581mgH«:^#Snfcc Ctl^EtOAc<tOSi!S 
JtT £ £gSC^^SI*«f «S £ L T55mg# 6 tlfz 0 
m.p. : 244— 246° 
MS:298(MH + ) 

1 H-NMR (DMSO-d 6 ) (5 (ppm) : 12. 7(lfl, br),8.45(lH,br, s), 
7. 56 (lfl, dd, J=9. 3, 0. 8Hz) , 7. 46 (1H, s) , 7. 40 (1H, dd, J=l. 
20 8, 9. 3Hz) , 3. 83 (2H, s) , 3. 52 (4H, m) , 2. 41 (3H, s) , 2. 38 (4H, 
m) 

[0057] mm* 

-<)V) -jSPV Cl. 2 -a] KU5?> 
[0 0 5 8] 
Wb3 2] 



30 




40 



50 



[0 0 5 9] 6- (3-*^-lH-fcT^/-;i/-4 
-<M Cl, 2-a) -f 5^/K'J5»> 200mg£* 
^/-MOmlfcSflfStt, 3^3§254mg£ilt];t§i&(;:T 
li#fWJf#Lfco S6K3 9*254nig*iDI*l«p|BJj|t# 
L&. ^ n D >50ml £iJ0;L, ffi&^K*^- HJ 
^AtK^, 2fc^Tfift*ift*«£U MgS0 4T^JSIt 

C 1 2 -Me0H=97. 5-2. 5) fc T«S U ^DD^^>J;OS 
^Sf^t, Mft-&*3W*fillBfitl/T150ii«#6n 

m.p. :218° (decomp.) 
MS:325(MH + ) 

1 H-NMR (DMSO-d e ) (5 (ppm) : 12. 75(lH,br,NH),8.17(lH,m, 
H-5) , 7. 70 (1H, s, H-2) , 7. 63 (1H, dd, J=9. 3, 0. 9Hz, H-8) , 7. 
47 (1H, dd, J=9. 3, 1. 8Hz,H-7), 2. 40 (3H, s.Me) 

[0060] gams 

3-^-6- (3-;*^-lH-g^/-;P-4 
-<M <i%M Cl, 2-a] 
[0 0 6 1] 



—917— 



1 

21 

Wfc3 3] 




[0 0 6 2] 6- (3-^^-lH-hr^y-;^-4 
-< f/W CI. 2 -a] -f^^/t!U^» 795mg£v 
?PD/^>-^/-Jl/ (2-1) &ft20nll3£#3 
tf, hUX?Jl/73>0.48mK J^T lMBn/C&Ch 3. 

IOObI**^ *ttU *«l£fcS04Tft«L&. MeOH 

-EtOAcJ; DSllBftt-*i«Hfl:'&*5&«||filSftiUT 

820mg#5tlfc o 

m. p. : 264— 265° (decomp. ) 

1 H-NMR(CDCh ) 6 (ppm) : 8.07(1H, dd, J=0.9, 1. 6Hz,H-5), 
7. 72 (1H, dd, J=0. 9, 9. 3Hz, H-8) , 7. 68(1H, br) , 7. 62 (1H, s, 
H-2) , 7. 33(1H, dd, J=l. 6, 9. 3Hz, H-7) , 2. 43(3H, s, Me) 
[0 0 6 3] Sfe6S«3|6 

3 _/;□□_ 6 _ Q-^^V- lH-tf^V-;i/-4 
— HI/) -f^£V Cl, 2-a) bfU v> 

[0064] 

Ift3 4] 




[0 0 6 5] 6- (3-^-lH-tf7y-;i/-4 
— f;W [1, 2-a) -f ^^/t!U^» 240mg£* 

CS)180mg£Jn*, gat£T4l§flfl$f#Lfco 

bfcc ^i^Mgso^sasu mmm2k&, mm** 

7A?DVh^77^- (CH2CI2 -MeOH=98-2) fcT*MW 
m.p. : 207—208*0 

1 H-NMR(CDCI 5 ) 6 (ppm) : 8. 19(1H, m, H-5) , 8. 08 (1H, d, J= 
8. 8Hz, H-8) , 7. 77 (1H, s) , 7. 72 (1H, s) , 7. 62 (1H, dd, J=8. 8, 
0.7Hz,H-7),2.50(3H,s,Me) 

[0066] mmw7 

6- [2— >77-2- ] X<r=.)V 

<t\M Cl, 2-a) tfUi?> 

[0 0 6 7] 

Mfc3 5] 




(12) #H¥8-1 8 3 7 8 7 

22 

[0 0 6 8] -f 3^/ Cl, 2-a) t?yy>-6-* 
J«4r>>7JPft F1.02& 2 -i/7 / U v>9 

00mg*X^/-^50Blfc**Sli:^ h U ^A*^- h 

95«t«jo*, 8o<cti mmmwvrco Kfomzmi/3& 

m. p.: 149-151*0 

1 H-NMR(CDC1 3 ) 6 (ppm) : 8. 82 (1H, m) , 8. 65 (1H, ddd, J=0. 
10 9, 1. 6, 4. 6Hz) , 8. 46 (1H, s) , 7. 94 (1H, dd, J=l. 8, 9. 5Hz), 7. 
83 (1H, ddd, J=l. 8, 7. 8, 7. 8Hz), 7. 78 (1H, s, ) , 7. 78-7. 76 
(1H, 0) , 7. 73 (1H, m) , 7. 69 (1H, m) , 7. 32 (1H, ddd, 1=1. 3, 4. 
6, 7. 8Hz) 

[0069] mmms 

6 - C3 - -lH-K7!/-^-4-r 
-fJH -fSW Cl, 2-a) bfU^> 

[0 0 7 0] 

[ft3 6] 




[0 0 7 1] Y^^)V^))VV>rV^9> (SKjl0%n 
-A+it>^^ *S:fl:^3S:#aSD lOmltDTHFlOml 
}«fc-78T;fcTn-:/?/PU?*A (1.6mol/l : n- 
^*V>mm 3. 6ml Sim*., ^fflKKT20#KJa#L 
fc 0 cntCSJSW 7 Oft^O. 95g<3THF50mligig£20# 
jW*T*TU **fcaa*TlWa*)a:}»«6 4^IB!t 

*>150mlTttfflLfco «M£&%U 
^y^A«U j£«E£a*L£o #^A£n^h^ 
57^- (EtoActf)*) fcT»ll«k 360mg£<!:D, £tl 
fcX*/-;M0mK «6R1.2inK 7 U £A70mg 
«AlX.0.5^njhl»9KU^. ^K#U*>Aigi& 

T* EtoAclOOmlTftfflbfco #«/P£#$tU HgSO^ft 
lift. 8£&ff£U SS^^^y-^OHiSSS'r^ 

40 m. p. : 287— 290° (decomp.) 

1 H-NMR(CDC1 3 ) <5 (ppm) : 8. 60—8. 58 (1H, m) , 8. 43—8. 42 
(1H, m), 8. 05-8. 00 (1H, m), 7. 77 (1H, d, J=l. 5Hz), 7. 74(1 
H, s) , 7. 66-7. 64 (1H, m) , 7. 66 (1H, d, 1=1. 5Hz) , 7. 56-7. 4 
4(2H,m),7. 30-7.25(lH,m) 

[0 0 7 2] %mm 

6- (2 —>77- 2 -7x-;i/) x^x;p>f$^/ 
Cl, 2-a) g'JS?> 
[0 0 7 3] 
Wb3 7] 

50 



-918- 




[0 0 7 4] 4%M Cl, 2-a) KU5>>-6-* 
6g«X^/-M(tal h U VI**??- h87 

h=98-2) \zxmmrzt, mmit&m&mn&om&t 
«au (JuatL.018) o 

m. p. : 159— 161° (decomp.) 

1 H-NMR (CDC1 s ) 6 (ppm) : 8. 76(1H ( dd, J=0. 9, 1. 6Hz), 7. 74 
(IE, dd, J=l. 6, 9. 3Hz) , 7. 71-7. 69 (2H, m) , 7. 69-7. 66 (3 
H,m),7. 50-7.41(4H,m) 
[0 0 7 5] m&Ml 0 

6- (2-y7;- 2-7xZJl/) X^rXJl/ -f ^7 
CI, 2-a] 20 
[00 7 6] 
Mfc3 8] 




[0077] mj;*^;p$/u;h>7 mw%n 

-^D-ymm 10m\<DTEFZ0m\mmz-78X;\ZTn- 
ttWttl* (1.6mol/l : n-^-tf-^gigQ 3.6ml 30 

3Sa*7?#tiS*a«»6 4WfB|«»Lfc. fflfnitft;7> 
^Ex^A^JKSrjp^ ^^DnpC^>ioomlTjfttaL 

H=98.5:L5)KT»«ft, 300mg£<h9* Cft\ZX?/- 
M5mK «*6K26ig, 7yft*U^A53iBg&lHlA1.5* 

*UttfcU x*/-;wfcMEET«SLT, ^dd^ 40 

^>100mlT»fflt£o #M*5M)tU MgS0<&&|& 
3S«£#5Ai7DVbi^7>i>-(EtOAc 
-MeOH=98:2) tT«*f * £> «M£»tfR*fi7* 
)V7 y <h LT140mg# 6 tlfco 

1 H-NMR(CDC1 3 ) <5 (ppm) : 8. 09(1H, m), 7. 75(lfl, s), 7. 63(1 
H, d, J=l. 1Hz), 7. 56 (1H, d, J=9. 3Hz), 7. 53 (lfl, d, 1=1. 1H 
z) , 7. 47-7. 37 (5H, m) , 7. 08 (lfl, dd, J=l. 6, 9. 3Hz) 

[0078] mmmi i 

6- [2-->7/-2- (4-7MD7x^) ] X 
^XJl/^^/ci, 2 -a] tf'J^> 50 



&SPP8-1 8 3 7 8 7 

[0 0 7 9] 
Hfe3 9] 




[0 0 8 0] <1^?V CI, 2-a) KU$»-6-* 

;i/#+5>7;i/7 ; fc Fi.02g, 4-^DD7xxjV7irh 
x h u ;n. oig^x^ y-;i/200mi h u ^ a 

*9^-M0ing*injL 90t:tCTl^ffl«#Lfe« £j£ 

(EtOAc-MeOH=98-2) fcTSMU EtOAc-Elher-Hexanecfc 

0R«1.22g) . 
DLp. :157— 159*C 

1 H-NMR (CDCls) 6 (ppm) : 7. 74-7. 71 (lfl, m) , 7. 71 (lfl, s) , 
7. 70 (lfl, s) , 7. 68-7. 67 (2H, m) , 7. 65 (2H, dd, J=5. 0, 8. 7H 
z) f 7. 37 (IB, s), 7. 17 (2H, t, J=8. 7Hz) 

[0081] mmmi2 

6 - [3 - (4-7Jl/ta7xZ;i/- 1 H-bf^y-;!/ 
-4-<JlQ -f CI, 2-a) 

[0 0 8 2] 

Hfc4 0] 




[0 0 8 3] hU^^;^>UJI/^7V^^> (*510%n 
-A+1f>^?SO 10mlcOTHF10ml^tC-78t:^Tn- 
y^I/U^^A (1.6mol/l : n-^\+it>S«0 3.6ml 
l^fiK^T20^«^L^o cn(C^JS0Sll 
<7){fc^iefl.0g©THF50ml^$20»^^TJgTt> Ifc* 

>^x^7A^*S0^ ^an;*^>i00mlT»tiiU 

re* mmm*tti&L, i^kt^^^at^l, 

Jg&SrSSL&o *^A^DTh^^7>f-(EtOAc-MeO 
H=98:2)frT«SLfco ClttfcX*/-;i,50iiK »&&3 
mh 7^^U^A200mg*m0.5^ftI^aSgLfc o 

^K*U^A^^ttl^T7^*UtttU, X* 
/-;U£«JEETSSbT, 5^nn^>100mlTttffl 

^ * ^ A i7 D V h ^ ^ ^ ^ — (E t OAc -MeOH=98 : 2) t£ 
TlSfibfco MeOH-EtOAc«fc OBOIST £ tSSft-pft^ 

t b T5oomg# s nfc„ 

m.p.: 227— 228*0 

1 H-NMR (CDC 1 s ) (5 (ppm) : 8. 08(lfl, dd, J=0. 9, 1.4Hz), 7. 74 
(1H, d, J=l. lflz), 7. 65(lfl, d, J=l. 1Hz), 7. 58 (lfl, dd, J=0. 
9, 9. 3Hz) , 7. 54 (1H, s), 7. 48-7. 44 (2H, m) , 7. 10-7. 04(3 



1 



k 

(14) 

25 

H,m) 

[0 0 8 4] mm I 3 

3-^dd-6- [3- (4-y)Vjru73L~)V) -l 

[0 0 8 5] 

Hb4i] 




i0 



[0 0 8 6] 6- C3- (4-7;WD7xrjV-lH 
-K5*/-^-4-< fJW -f 3$^/ CI. 2-a] CU 

*$0"f3F (NCS) 94mg^Jn^ 70t:iCT 1 

Lfc. ^&£g£L^Dn**>50mlT«fflU fflfn 

<dtt*Tft»Ufc. W«8JI£lteS04Ti£jffiU 

SS^*^A^DTh^^7^-(Et 0Ac-Me0H=98- 

1 H-NMR(CDC1 s ) 5 (ppm) : 8. 04 (IB, dd, J=0. 9. 1. 8Bz) , 7. 78 
(IB, s), 7. 57 (1H, s) , 7. 56 (IB, dd, J=0. 9, 9. 3Hz) , 7. 48-7. 
44(2H,m),7. ll-7.05(3B,m) 
[0 0 8 7] &HM14 

6- C2-->77-2- (2-j* hy^7xZJl/) ] X 
yruH^!/ Cl. 2-a] hfU v> 

[0 0 8 8] 

Mfc4 2] 




[0 0 8 9] -f 5$^/ Cl. 2-a] t!Uv>-6-* 
^#*S/7;kr t Hl.02g, 2 h+v^xr:;i/7ir 
h- h U ;H. 13g£x* y — jP20ml ft:****:*- b U £ 
A^?^-h76mg^3in^> 90 , CT8^a»L^o £j£ 

(Cm Ch-MeOH=98:2) fcTfMWS <k, Mfc€»tt#SKft 

fiH#iLT*sft& OKgi.07g) c 

m. p.: 174-176*0 

'H-NMRCCDCh) <5(ppm) : 8.84(lB,m),7.87(lB,d, J=9.3H 
z) , 7. 76 (1H, dd, J=9. 3, 1. 6Hz) , 7. 75 (IB, m) , 7. 71(1H, s) , 
7. 46-7. 39 (2H, m), 7.45(11, s), 7. 05 (IB, td, J=l. 1, 7. 5H 
z) , 7. 00 (1H, d, J=8. 4Hz), 3. 94 (3H, s) 

[0090] $mmi 5 

6- C3- (2-^b^>7x^) -IH-bf^/- 
;l/-4-yl] -f^/ Cl, 2-a] tfU> f > 50 



4$81¥8- 1 8 3 7 8 7 

[0 0 9 1] 
Mfc4 3] 




N 

[0092] hu^?;^>u;u>?7y^^> Gftl0%n 

-A^>^ffi) 10mlOTHF10ml^lC-78 < CHTn- 
79\>HJ^A (1.6mol/l : n -'vHi^BJ© 3.6ml 

«oa, ^saicT2o^raa#tfcc ^nc»«i4 

©fc£m.06g<DTOT50mlB&£20#7WT^TU 

>tr:«>A»«ftJn^ ^^DD^^^lOOmlTttWL 
fee #M&£ttU ^SSKv^^i/^AT^Sb, 
$g«t£g£U&o *7A^DYh^77^- (EtoActD 
*) lCT*gfi&> 750mg££D, ^tltCX* / — ;M0n 
K g&&2mU ^y^U^A^Omg^ilD^O.S^raJn 

i50iniTaffli,fco =fr«/i£#®u Mgso<$am mm 

£g*U Sit£*^A^nTh^^7^-(Et0Ac-MeO 
H=98:2) izmm-tZ t*«ft-&**«*fi^3t*H*t 
LT170ffig#e>n75:o 

1 B-NMR(CDC1 a ) 5 (ppm) : 8.20(lB,m),7.96(lB,d, J=8.4B 
z) , 7. 76 (1H, s) , 7. 73 (IB, d, J=l. 8Hz) , 7. 60 (IB, d, J=l. 8B 
z) , 7. 43-7. 38 (2B, m) , 7. 24-7. 23 (IB, m) , 7. 05 (IB, d, J= 
8. 4Hz) , 6. 95-6. 91 (IB, m) , 3. 85(3K, s) 
[0 0 9 3] %MW1 6 

3_/7 DD _ 6 - C3 _ (2 h^v7x^) -1 
H-tf^y-;P-4-^^] -f*^/ Cl, 2-a] bf 

[0094] 
[fc4 4] 




H 

[0 0 9 5] 6- C3- (2»^h^7x-J0 -1 
H-\fyV-)V-4--(M <i^J [1, 2-a] If 
'jy> 80mg£^/-;i/15mH;:$g#?$i*\ N-^na 
X^vW^ H(NCS)80mg^ftlA> £fifcT3«rlB«# 
tfco &&£®£U S^nn^>50mlT»ffiU fi& 

SiSS*^A^DVhi/7^>r-(Et0Ac-Me0B=9 

8:2) \zxmm? z> tmmit&mmn&Twy r x# 

H#£LT50mg#£nfc<, 



-920- 



(15) 

1 H-NMRCCDCl 3 ) 6 (ppm) : 8. 10 (IB, dd, J=0. 9, 1. 6Hz), 7. 78 
(lfl, s) , 7. 67 (lfl, d, J=8. 8Hz) , 7. 59 (1H, s) , 7. 38 (1H, ddd, J 
=8. 4, 7. 5, 1. 6Hz) , 7. 27-7. 24 (2H, m) , 7. 04 (1H, d, J=8. 2H 
z), 6. 91 (lfl, td, J=l. 1, 7. 5Hz), 3. 87 (3H, s) 

[0096] sawn 7 

6- C2-->7/-2- (2-7Jl/tP7x^Jl/) ] X 

< (1, 2-al b?US?> 
[0 0 9 7] 
Mfc4 5] 




i0 



[0 0 9 8] <YS*V [1, 2-a] £US?>-6-# 
;U#*5/7;i/5 s k HL02g, 2-7PD7xZJI/7th 
- h U;H.01g^x^/-;i/20mltr^$ii-^ h U 

<fcDi§«i£gSU 8&£#5A^nvh£^:7^-(E 39 
t0Ac-Me0H=98:2) fcTHWft t. mft^ttAqKAfi 
@ff^LT#enfc («S930mg) . 

dlp. riei-^t: 

1 H-NMR(CDC1 3 ) 6 (ppm) : 8. 75 (lfl, dd, J=0. 9, 1. 6Bz), 7. 76 
(1H, dd, J=l. 6, 9. 3Hz), 7. 72 (1H, d, J=0. 7Hz), 7. 72-7. 68 
(lfl, m) , 7. 68 (lfl, d, J=0. 7Hz) , 7. 61 (lfl, td, J=7. 8, 1. 8Hz) , 
7. 53 (lfl, s) , 7. 44-7. 37 (lfl, m) , 7. 29-7. 17 (2H, m) 
[0 0 9 9] m&Ml8 

6 - C3 - (2-7Mn7xzjP) - 1 W-Mv'J- 
)V-4-' fM <i^9 s J CI, 2-a] tf'jy> ^? 
[0 10 0] 

Mb4 6] 




[0 10 1] hU;*?JI^U;H?7V;**> (»10%n 
- / \+1t>^^ 10mI^THF10ml^{C-78 < ClCTn- 40 
ttJWttlk (1.6moI/l : n -^-y-^JK) 3.6ml 
Hfi«fcT2Q»ma»L,fc. ^tl(C^JSW17 

Ofc^«0.9gOTBF50Bl**ft20»^^tTj»Tl/, 
fc#fia*»:39J62.5«fmHt**l/fc. ffifnllfl^^x 
^A&^JlJx., S^DD^>90mlTatfJl,/t o 

Abfco A^A^nvh^^7^-(Et0Ac-Me0fl=98:2) 
fcT*t»k 1.19g£<h9, CftlCX^Z-^SOmh & 



&M¥8- 1 8 3 7 8 7 
U X^/-;P£«KT®£tT> S^nn^XLOOm 

lTafflbfco *$ii£#mu Mgson^m ®m*m 

SU Stt^*^Ai7avN^^7><-(EtOAc-MeOH=9 
7:3) fcTSMIL&. EtOAc-n-Hexanei 0 ffjjgg-r^ 
M£4Mf<*&&* £ LT140mg^ Stlfc. 
m.p. :226— 228t: 

1 H-NMR(CDC1 s ) 6 (ppm) : 8. 08(1B, m), 7. 78(lfl, s), 7. 63(1 

H, d, J=0. 9Bz), 7. 56(1H, d, J=9. 2flz), 7. 53 (H d, J=0. 9H 
z), 7. 41-7. 36 (2H, m) , 7. 20-7. 13 (2H, m), 7. 06 (1H, dd, J= 

I. 6, 9. 2Hz) 
[0102] ^60*119 

3-»Dn-6- C3- (2-7MP7x^J|/) -1 
H-\fyV-)V-4--fM <<%9^ [1, 2-a] tf 

[0103] 
Wb4 7] 




[0 10 4] 6- [3- (2-7ltP7xZJW -1 
H"K57-*-4«- -f;W [1, 2-a] If 

170ngft^^/— ;P20nIfc«*Sli-, N-^DD 
J^S'WSF (NCS) lOOmgSJp^., SS^T4^fWa 
WVfto *gj»£ff£U ^DD*^>50mlT»aiU 

*»***T*»t^. *«ui£Mgso4TS£&u mm 

SS^*^A^UTh^^7>f-(EtOAc-MeOH= 
98:2) tdTHfiT^ kWMfcttim*&mftt UT100 

m.p. : 188— 189*0 

! H-NMR(CDCls) 6 (ppm) : 8.02(lfl,m),7.84(lfl,s), 7.56(1 
B, s) , 7. 55 (lfl, d, J=8. 4Hz) , 7. 44-7. 38 (2H, m) , 7. 21-7. 1 
5 (2H, m) , 7. 12 (IB, dd, J=l. 6, 8. 4Hz) 

[oio5] nmm2o 

6- C2-V7/-2- (4-^h»->7xX;V) ] X 

<j$9V [1, 2-a] fcfUi?> 
[0 10 6] 
[ft4 8] 




OMe 



[0 10 7] -f S^V (1, 2-a] k'Jv>-6-* 
M+yTJl/Tl: Hl.02g. 4-/ h=^>7xx;P7-fe 
hx h U ;H. 13g£x* /-;i/20ml h U ^ 

A*^-M20ing£iD;^ 80t:T 1 l$flJHt#L;fco # 



-921- 



t 



(16) 



(MB¥8-1 8 3 7 8 7 



29 

g) o 

m.p. :125-12rC 

'H-NMRttDCMfl (ppm) : 8.73(lH,s),7.70-7.66(3H,m), 
7. 61 (2H, d, J=8. 2Hz), 7. 32(11, s), 7. 26 (1H, d, J=l. 1Hz), 
6. 98 (2H, d, J=8. 2Hz), 3. 87 (3H, s) 
[0108] *J6#121 

6 - C3 - (4-;* Fty7x^) -lH-tf^/- 

(M [i, 2-a) truy> 

[0 10 9] 
Hfc4 9] 



OMe 



50 




[0 110] hUy^->UJP> f 7V r ^^> (»10Xn 
-^*>S«0 10ml CO THFlOml Affile -78^ Ctn - 
y^PU^^A (1.6mol/l : n-'s+U-;/**© 3.6ml 

Hfi«fcT2o#W8il*Lfc. ctifcSQMj2 0 

£AS*£inji. S^nn;*^>i50mlTlfifflL 

Si^Iilfco *7A?D7hy77^- (EtOAc-MeO 
H=98:2)fcT»«ft. 800mg£tD, dtllCX^ 7-J1/50 
mK S&&1.4mk 7yft*U»>A80BgftlinAO-5«flHJo 

lOOmlTiftfflL^o W*/1£##U HsS04ttjRft, 8£ 
*«SU SaSr*7A^DVh^^7><-(EtOAc-MeO 
H=98:2) tCT*gfiT5 &aWft^}PK^Btt& LT3 

40mg^ en/to 
m.p.:226~227'C 

1 H-NMR(CDC1 s ) 6 (ppm) :8. 09 (1H, m) , 7. 72(lfl, d, J=l. 1H 
z) , 7. 63 (1H, d, J=l. 1Hz) , 7. 56 (1H, dd, J=9. 3, 0. 7Hz) , 7. 53 
(1H, s) , 7. 38 (2H, d, J=8. 2Hz) , 7. 09 (IB, dd, J=9. 3, 1. 6Hz) , 
6. 91 (2H, d, J=8. 2Hz) , 3. 84(3H, s) 

[oin] mmw2 2 

3 6 - C3- (4-^h^>7xz;P) -1 

H-\±7*/-)V-4—tM CI, 2-a] If 

[0 112] 
HfcSO] 




OMe 



[0 113] 6- (3- (4-^h+y7xZJW -1 
H-K^/-/P-4--f/W -f CI, 2-a) tf 

Uv> 300ngS^^/-;i^50inlfc«»S1i', N-^DD 
10 X^vW^F (NCS) 200ng*JPA. Sia(CT3^fffiJg 
j^Ufco 8MR&fl±U $>^nn;*$r>100mlT»iB 
U tt»***T«B»bfc. W«fI£MgS0<Ti£&U 

eOH=98:2) JCTifftST £ &*Mftd4W*ft&|$ft t L 

T150mg# 6 tl/co 
m.p.: 208— 210*0 

1 H-NMR(CDC1 3 ) 6 (ppm) : 8. 05 (1H, dd, J=0. 9, 1. 6Hz), 7. 77 
(1H, s), 7. 56 (1H, s), 7. 53 (1H, dd, J=0. 9, 9. 3Hz), 7. 37 (2H, 
d, J=8. 9Hz), 7. 12 (1H, dd, J=l. 6, 9. 3Hz), 6. 92 (2H, d, J=8. 9 
20 Hz),3.84(3H,s) 

[0 114] HN1 

1 - hU7x^M5 1 M>X-f $?*/—)V6-i3Jl,tf 

[0 115] 
[fc5 1] 



CO^te 

[0 116] ^>X^3^/-^-5-***>K95.(l» 
59 S^^y— ;P800mlfclllA, SSfc*tt86.ig£injL 
16«rFaJn^iiSitUfco «W#U9A#^*in* 

»U 100T;KT*H*"r*i, ^>X-f5^/-;l-5- 
* >& * ^X X y *«t«fi»* t LTft 5 tlfc 
(4KS103S) . cnft«»*rfc*©K*KfflV»fc. ^ 

>X-f S^ 1 /-* 5 -*^#>B^^xXt-A«.856 
*DMF260mltC!KSL, HJ £A13.2g£ftLJL 

1 t$M&#Lfc 0 h U7x-WW □ U KlOOgSrftl 
afifcT1.5RflH«#l/&. E*»***4IKUn 

*/-M.2i&in*.«#u ^stto@#sa®Lftc 
■fli»ii/c#&n& (iRa65.8g) . 

m.p.:171-173*C 
MS:419(MH + ) 

1 H-NMR(DMSO-ds) <5 (ppm) : 8. 08(11, s,H-2), 7. 78-7. 76 
(2H. m) , 7. 42-7. 37 (9H, n) , 7. 17-7. 12(7H, m) , 3. 69 (3H, 
s, Me) 

[0117] wan 2 

50 1 - h'J7xn;P^yj|/-6-hpD^S/^^ ^> 



—922— 



(17) 

31 

x<i ^ 

[0 118] 
MS5 2] 




[0 119] »jftffiH©ft'&«|89.74g*THF1000Bilfc* 

O20.3gOIHF100il»KK: lftlBjWtTjTFL, MtC^ 
»ICT3l$IB*#Lfc. tm&i£7>*:~iy&(M4C\) 10 

■^•35**67^7 rXttH#i:UTft6nfc OK 

475. Og) Q 

1 H-NMR(CDC1 3 ) <5 (ppm) : 7. 93(1H, s, H-2) , 7. 75 (1H, d, J= 
8. 2Hz, H-4) , 7. 34-7. 16 (16H, m, <f> , H-7) , 6. 45 (1H, d, J=0. 
7Hz,H-7),4.46(2H,s,CH2) 

[0120] mmm3 

[0121] 20 
Hb5 3] 

CO 

Tr CHO 

[0 12 2] ®ig^2<^ft^75.0g^> f ^DD^^>l 
000ml fc»#U >(Mn0 2 )225g£iD 

X. gfltCTl B«#Lfco **/-^C!>100mIftflI 
A, 8HtSS?^nD^^>-^^/-;p (5 : 

1) llTifc#Lfce #6*lfcWK**bT»«*«* 

LTH£*l£ 0KM48.5g) . 
m.p. :199— 20(TC 

l H-NMR(CDCU) 6 (ppm) : 9.66(lH,s,CH0),8.10(lH, s,H- 

2) , 7. 88 (1H, d, J=8. 4Hz, H-4) , 7. 74 (1H, dd, J=l. 5, 8. 4Hz, H 
-5) , 7. 36-7. 16 (15H, m, <J> ) , 6. 95(1H, m, H-7) 

[0 12 3] JtGKM2 3 

1 - hU7xZJM^-6- C2-V-7/-2- (4 
[0 124] 

Mfc5 4] 40 




[0 12 5] IM«3©fc£»53.1g£4-:7nn:7x 
-)17± b - h U ;V (p-F-Ce Hs CH2 CN) 18. 5g£X^ / —)V 

6.6bisjoa, 2i«mttff«iKUfc. ^ ^ufcase 
«t*u tfx*y mmitsmw so 



#W¥8-1 8 3 7 8 7 

JMUSfttbTftBtlfc 0K§52.4g) o 
m.p. :210— 212*C 

'H-NMRCCDCh) 6 (ppm) : 8.0K1H, s,H-2),7.84(lH,d, J= 
8. 6Hz, H-4) , 7. 81 (1H, dd, J=8. 6, 1. 6Hz, H-5), 7. 53-7. 50 
(2H, m, <t> ) , 7. 36-7. 21 (15H, m, Tr) , 7. 16 (1H, s, CH) , 7. 07 
(2H, dd, J=8. 8, 8. 6Hz) , 7. 01 (1H, m, H-7) 

[0126] mmm24 

l-h'j7xZjMf;i/-6- [3- (4-7MP7 

[0 12 7] 
Hfc5 5] 




[0 12 8] bVt&VisVJWT*/*?* («JlO%n 
-^\+it>^?gO 34mlOTHF34ml^tC-78 , CtCT, n 
-^^U^^A (1.6mol/l : n -'\=Mf*>}g«D 25ml 
ftJPAR«fcT20»HHB*Ufc. cnim»B«fJ2 3<D 
{b^7.22g(^THF80mlS^S:20^^TiBTb, 

^EX^A^SS^fll^ > ? ^DD/^>200mlTaWU 

ig«£gSLfco #&nfcSS*THF50mHC»*$^ 
utlC 1 Mfh7^7>^-')A707< HOTHF 

s^somisrin^, aaKT-«a»u&. s^tc^io 

OmlSJnA* MJET(CTHF^gS-r§<h, U£o 

smfc&mm&om&tLTmzntc mm 

6.92g) . 

m.p. :224— 22613 

1 H-NMR(CDC1 s ) 6 (ppm) : 7. 88(1H, s, H-2) , 7. 70(1H, dd, J= 
0. 7, 8. 4Hz, H-4), 7. 33-7. 24(10H, m), 7. 19(2H, dd, J=8. 8, 
5.3Hz, <t>-F),7. 13— 7.09 (7H,m) ,6.87 (2H,t,J=8.8Hz, 
F),6.38(lH,m,H-7) 
[0 12 9] $mM2 5 

1-^7x^^-6- CI - (2-hy^^I/ 
i/VfrXb^ristrM -3 - (4-7WP7XX 

1 - hU7xrjM^-6- (1- (2-Hj^;p 
->'JJl/Xh^j/^yjP) -5 - (4-7MP7XX 

[0 13 0] 
Wk5 6] 



—923- 



33 




[0 13 1] 4<Dfc£fe6.92g£DMF100mU;:!K 
SU **{fc;^hU^A(60% in oil)637nig$ini^ 40 

^y'J^xh+i/^fWDU K2.82ml£iO;L £i& 
£T3l$fflit#Lfco *300ml£ftl;L ^DD/J>3 
OOmlTftfflUrCo *«SS^ffl?p*ifi7KT2lHli!fe^U ft 

2uu*9y-?mmrz>t. um&momt 1 : 1© 

7*tt*il,Tfl5nfc (iR*8.13g) «> 
^-MOKCDCls) d (ppiii) : 7.91(0. 5H, s), 7.85(0. 5H, s),7. 
73 (0. 5B, d, J=8. 4Hz) , 7. 66 (0. 5H, d, J=8. 4fiz) , 7. 39-7. 10 
(19B, m) , 7. 10-7. 05 (IB, m) , 6. 95 (IB, t, J=8. 6Hz) , 6. 85(1 
H, t , J=8. 8Hz) , 6. 40(0. 5H, d, J=l. 5Hz) , 6. 35(0. 5B, d, J=l. 
5Hz) , 5. 40 (IB, s) , 5. 19 (IB, s) , 3. 68-3. 63 (2B, m) , 0. 97- 
0. 89 (2H, m) , 0. 03—0. 00 (9B, m) 

[0 13 2] mmw2 6 

5- (1- (2-m^^>>j;i/xh^^) - 

3- (4-7WP7x^Jl/) 4 --f 

5- ci- (2-hu^5 1 ;i^->u;i/xh^rv^^;i/) - 

[0 13 3] 
Mfc5 7] 




[0 13 4] £JB0!2 S<Dtt t $m.lZg&*? 
OmlfcSfcU 1 NJ£Kl3ml SluAifc. :©igi^, 10 
%rtyWI±-tl-'$> (Pd-C) 2. 8g <D * 9 J — ;H0m l jg 

^•OSffl : 10^WM&7^7 7X#@#£ 
LT#£ft& 0K»4.16g) o 

1 H-NMR(DMS0-d6 ) 6 (ppm) : 12. 5(11, br), 8. 26(0. 5E, s), 
8. 21 (0. 5H, s) , 8. 17(0. 5H, s) , 7. 95(0. 5H, s) , 7. 52-7. 47 
(3H, m) , 7. 38 (1H, t, J=9. 0Hz), 7. 21 (IB, t, J=9. 0Hz), 7. 12 
(0. 5H, dd, 1=1. 6, 8. 4Bz) , 7. 08 (0. 5B, dd, J=l. 6, 8. 4Bz) , 5. 
52 (IB, s) , 5. 35 (IB, s), 3. 73 (IB, dd, J=7. 9, 8. lflz), 3. 61(1 
B, dd, J=8. 1, 8. lflz) , 0. 95 (IB, dd, J=7. 9, 8. 1Hz) , 0. 87 (IB, 



(18) &M¥8- 1 8 3 7 8 7 

34 

dd, J=7. 9, 8. lfiz) , 0. 05-0. 0(9B, m) 
[0 13 5] M&W27 

5- [2 -->7/~ 2 - (4-7Ma7xXJI/) X^ 

-iH-^>x-f 

[0 13 6] 
MS5 8] 



10 




[0137] mmm 2 3 <Dti:&mo. og& ^ 9 j -moo 

■lfcBWStt* bruy>tt*fttll.43gftlniA, 70<CT1. 
m.p.:254— 255*C 

1 B-NMR(DMS0-d6 ) 6 (ppm) : 8. 94 (IB, s), 8. 34 (IB, br, s), 
8. 18 (IB, s) , 7. 93 (IB, dd, J=l. 1, 8. 6Bz) , 7. 86-7. 80(3B, 
20 m),7.37(2H,t,J=8.9Bz) 

[0 13 8] mrnm28 

1 -*^)V- 6 - [2-->yy-2- (4-7MP7 

1-^^-5- [2-^77-2- (4-7MD7 

[0 139] 
Wfc5 9] 



30 




[0140] 2 7 <Z>ffc3^350mg£DMF10mI \Z&M 

U ykmfc1-hVVM60% in oil)100mg^Jo^ gj& 

an^>100mlT»WLfco J§fiE®3c&, Si££#7 
A^DTh^^-ttBsCU -Me0B=9: 1) 

tlfc (iRM200mg) c 

1 B-NMR(CDC1 s ) 6 (ppm) : 8.26(0.4B,m),8.21(0.6B,m),8. 
14 (0. 6B, dd, J=l. 8, 8. 4Bz) , 8. 03 (0. 4B, s) , 7. 99(0. 6B, s) , 
7. 90 (0. 4B, m) , 7. 75-7. 70 (2B, m) , 7. 69-7. 66 (0. 4B, m) , 
7. 68-7. 66 (IB, m) , 7. 53 (0. 6B, d, J=8. 4Bz) , 7. 23-7. 17 (2 
B, m) , 3. 96 (1. 2B, s, Me) , 3. 93(1. 8B, s, Me) 

[0 14 1] mmw29 

Sot 6- [3- (4-7WD7x^) 

50 [0 14 2] 



(19) 

35 

Mfc6 0] 




[0143] hV *3 L )li/t))W7V*i?> 0&10%n 
-^\+^>^S0 1.85ml<^THF5ml^{C-78t:jCT, 
n-^^U^A (1.6mol/l : *\tt>®HQ 0.68ml 10 

l^i&SlCT20#m£#Lfco cn(C^J£0H2 8 
©ft^*200Bg©TOTl(tal»jKS20»^»Tj*TU, 

A««ftlDA, y^DD^^ >100ml Tttffl Lfc e 

sit. #snfcaatftTHFioinic«*s*, cntci 

Ml;t2ffli#ito *50mi£ira;t, MJET 

U ttftft; *7A^DVh^^7^-(CH2Cl 2 -MeOH=9 # 
8:2)(CTfflSbfc 0 SlI^D6-^7 7-W# 
S*L CfoCl**DHie*TSi:, MfeJSSt UT36mg» 
Sttfc, S 2 I^d; D 5 - h! 7 7- W^SfiZ^JI/ 
7rX«S^tbT#^nfc (JKM51mg) o 
m. p.: 230—231*0 

MS:293(ME + ) 

1 H-NMR(DMS0-de ) 6 (ppm) : 13. 05(1H, br), 8. 14(lfl, s), 7. 
54 (IB, d, J=8. 4Hz) , 7. 46 (IB, d, J=l. 6Hz) . 7. 45-7. 41 (2B, 
m) , 7. 20-7. 10 (2E, m) , 7. 02 (IB, dd, J=8. 4, 1. 6Hz) , 3. 75 (3 30 
H,s) 

MS:293(MH + ) 

1 H-NMR(CDC1 s ) 6 (ppm) : 7. 87 (1H, s) , 7. 74 (IB, d, J=l. 6H 
z) , 7. 42 (2H, dd, J=8. 8, 5. 4Hz) , 7. 32 (1H, d, J=8. 2Hz) , 7. 21 
(IB, dd, J=8. 2, 1. 6Bz) , 7. 12 (IB, s) , 6. 98 (2B, dd, J=8. 8, 8. 
8Hz),3.85(3B,s) 
[0 14 4] m&M3 0 

1 -X^;i/- 6 - [2-y7/-2- (4-7MD7 

xx;)/) ] xfrjp ^>x-f *?"S—)V 40 

l-X^-5- [2-j/yy-2- (4-7MP7 

[0 14 5] 
Wt6 1] 




F 



8 3 7 8 7 

[0 14 6] ggJBffl 2 7 0){£&%}700wg$:TEF\zmmZ 
i*\ **ft^h I J»>A(60% in oil)160mg£SD;L, §i& 
T45#IW«#l/&. ^tl(C3^>fl:X^;l/833ing*Jn^-, 5 
OWmmtiffi®:. 3Efc41GBgftiH*. l^i&KT MIC 4 

mmmwLrz* suswuz^mfL. s^nn^xLoom 

7 >f — (CB2 CI2 -MeOB=99: 1) ICTJf&fi-f £ t % Wmt&m 

<»M&mm&<D7 : E)i>y r xiftmfttVTnztifz 

(4X*580ng) 0 

l H-NMR(CDCls) 6 (ppm) : 8.26(l/3E,m),8.16(2/3B,m),8. 
09 (1/3B, m) , 8. 07 (1/3B, m) , 8. 03 (1/3B, s) , 8. 00 (2/3E, s) , 
7. 85 (1/3B, dd, J=0. 5, 8. 4Bz) , 7. 70-7. 66 (2B, m, <f> ) , 7. 63 
(1/3B, s) , 7. 62 (2/3B, s) , 7. 60 (2/3B, dd, J=l. 8, 8. 4Hz) , 7. 
50 (2/3H, d, J=8. 4Hz) , 7. 18-7. 13 (2B, m, <J> ) 

[0147] mmmz 1 

1 -X^)l- 6 - [3- (4-y)l*U73L-)l) -1 

H-tf^^/-;i/-4— fjM ^>x-r^yy-;i/ 

1 -X^;i/- 5 - [3- (4-7MD7x^) -1 

[0 148] 
MC6 2] 




[0 14 9] hU;*?;l^U;i^7\A**> (»10%n 
- / \+1f>^fg) 4. 83ml CDTBF 5 ml «*lC-78 , CfcTn 
-^JWf^A (1.6mol/l : n-^+^giK) 1.78 

mi^ftiA. nsstcT2o^TO#Lfec zn\z^m&}3 

O<^fl:^55OiBg0TBFlOmlSffi^2O»^^tTiSTb, # 
^ASKEftlDA, ^^DD^^^lOOmlTfttaUfco W 

#$n&3&£Tm5mlfC^?£i^ ^tltC 
lMfh7 ttfrT >^A7 n U H ©TBFjgig 5 ml 
SlnA, SflKT2.5BBa»Ufc. *50ml^JnA, M 

#7A^DVh^7^-(C&Cl 2 -Me0B 
=99:lC0^98:2)ICT«SL^o S&Rftt£7K^HI£ D 6 

0mg> 153tog#£tl& 0 

I B-NMR(CDCh)<5(ppm) : 7. 90 (IB, s ), 7. 76 (IB, s), 7. 75(1 
B, dd, J=0. 7, 8.4Hz), 7.45 (2B, dd, J=8.7, 5.3Hz), 7. 27 (IB, 
s) , 7. 23(1H, dd, J=l. 6, 8. 4Bz) , 7. 03(2H, t, J=8. 7Bz) , 4- 13 
(2B, q, J=7. 5Hz) , 1. 45 (3H, t , J=7. 5Bz) 
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1 H-NMR(CDC1 % ) 6 (ppm) : 7. 93(1H, s), 7. 75(1H, m), 7. 73(1 
H, s), 7. 44 (2H, dd, J=8. 7, 5. 3Hz), 7. 34 (1H, dd, J=8. 4, 0. 5H 
z) , 7. 21 (1H, dd, J=8. 4, 1. 5Hz) , 7. 01 (2H, dd, J=8. 7, 8. 7H 
z) , 4. 24 (2H, q, J=7. 3Hz) , 1. 57 (2H, t , J=7. 3Hz) 

[0150] $mmz 2 

1-^^)1-6- [2- (4-hU7^P^^7x 

[0151] 
Wb6 3] 




[0152] &MM 8 <Z)ft;-&%160mg, 4-h'j7DD 
* xx^7ir hx MJ JH85mg*X^ / -)V 3 ml 
lcig»£-t*\ 28%^hU^A*? 1 5--b(Z>^/-Jl^g 
mimlS:in^}aT2^M«#L,fc 0 £j£i&i;D*§«t 
£g£U SS^*^A^nTh^^7^-(CH2Cl 2 -Me 
0H=97 : 3) \Z TIM? Lfco CH2CI2 -n-Hex kVmifc&tZt 

^mit^mm^mtvm^nrc 0KS257ing) e 

m.p. : 166—168*0 

1 H-NMR (CDCls) 6 (ppm) : 8. 26 (1H, m, H-7) , 8. 00 (1H, s , H- 
2) , 7. 87 (1H, d, J=8. 4Hz, H-4) , 7. 82 (2R, d, J=8. 2Hz, <f> ) , 7. 
76 (1H ( s, CH=) , 7. 72 (2H, d, J=8. 2Hz, , d> ) , 7. 67 (1H, dd, J= 
1. 8, 8. 4Hz, H-5) , 3. 93 (3H, s, Me) 
[0 15 3] mS&W3 3 

1 -*?)V- 6 - [3- (4- hU7;i/^n^^;P7x 
x;v) -iH-br^V-;v-4— f;v) ^>X-f a5*V 

[0154] 
Wfc6 4] 



CF 3 



9 



[0 15 5] bV*3 L )l>$'V)WTV*jr> miOXn 
-^*V>mW 1.82mI©THF2ml««fc-78t;KTn 
-^JUJ^A (1.6mol/l : 'N+^SJ® 1.34ml£ 

tx^ASMKftJiiA* ^^nD^^>l00mlTftSfflt 

Z.tl\Z 1 Mrh7^7>^^A7DiJ H©THF* 
*1.5al*a*, ^S(CT2^ra»^Lfc«, #100m!£ini 
^ ^JETtCTHF£gST£<h, £tjK#£Ufc 0 Z.n* 



J0 



2? 



30 



40 



55 



2 -Me0H=98:2)HT«Sbfco IMX^fcOBtta*^ 
t«Bft'&«3^*lftllfttLTftSnfc 0K*218m 

g) c 

m.p. : 213—215*0 

1 H-NMR(CDC1 3 ) 6 (ppm) : 7. 89(1H, s, H-2), 7. 76(1H, s), 7. 
76 (1H, dd, J=8. 4, 0, 7Hz, H-4) , 7. 62 (2H, d, J=8. 2Hz, , <f> ) , 
7. 56 (2H, d, J=8. 2Hz, <f> ) , 7. 29 (1H, m, H-7), 7. 21 (1H, dd, J= 
8. 4, 1. 6Hz, H-5) , 3. 77 (3H, s, Me) 

[oi5 6] mmm3 4 

1-^^-6- (2— >7/-2- (2, 

tD7x^) 3 xt-x;u ^>X^ffV-;i/ 

[0 15 7] 
Mt6 5] 




[0158] 8 ©fl^fcl. OOg, 2, 4-^^;^ 

;tn7xx;i/7irhxbU ;U966mg£x^ y — ;Hlml {c 

28%^-hU i >A^5 1 ^-ho^^y-;i/@^ 
o.2iiftipA*»Tr7WfHHi»b&. fftHL&«A& 

flttfi£UT»&nfc (4**1. 02g) o 

m.p.:>3oo'c 

1 H-NMR(CDCls)<5(ppni) : 8.22(lH,m,H-7),7.98(lH,s,fr- 
2), 7. 85(1H, dd, J=8. 4, 0. 7Hz, H-4), 7. 66(1H, s), 7. 62(1H, 
dd, J=8. 4, 1. 6Hz, H-5) , 7. 62—7. 56 (1H, m, <J>) , 7. 02—6. 92 
(2H,m,<f>),3.92(3H,s,Me) 
[0 15 9] 2116093 5 

1 6 - [3- (2, 4-y7il/tD7xr 

;p) - iH-br^^/-;p-4--r;i/3 ^>X-f$^/- 

[0 16 0] 
[ft6 6] 




50 



[0 16 1] hU^5 t ;^'j;^7l/^^> (ttlOXn 
- ^\*1*>?g«D 12. 2ml ©THF12Bl«ttfc - 78t:(CT n 
-y^l/U^^A (1.6mol/l : n -'N+U'^jgigD 8.95 

mi^jin^; mu&\zT2o^mmwvrzo ^n\z^mm3 

■4Oft^»1.51gOro50iDl**S2(^*ttT*TU. # 
^7>*X^A^&£Jn;L v^DD^^>100mlT» 
U gi^SSlfe. ft6nfc»aEftTHF20mlfc*«PS 
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i*\ Ctlf: 1 Mr h 7^Jl/7> ; Er'i;A7 D U H©TH 
F^i£l0.7ml£ftl;L »fcT5B#|BHt#Lfc. *100ml 

H2 Ch -MeOH=97:3) fcTSMLfc. S?^ P P J* * Of? 

*ar*tMft-&*39J*€s©isatixT»6nfc ok 

»1.65g) o 
m.p. :237— 238t: 
MS:311(MH + ) 

1 H-NMR(CDC] 3 )5(ppm) : 7.86(11 s,H-2), 7.80(11 s), 7. 
71 OH, dd, J=8. 4, 0. 7Hz, H-4) , 7. 36-7. 30 (1H, m, <t> ), 7. 27 
(IE, m, H-7>, 7. 17 (1H, dd, J=8. 4, 1. 6Hz, H-5) , 6. 92~6. 87 
(H m, <t>), 6. 86-6. 81 (1H, m, <t>), 3. 77 (3H, s, Me) 
[0 16 2] §tafifll3 6 
l-*?)\r-6- [2-V77-2 - 

xn;i/) xf^JM ^>X>f ^ ^7-;!/ 

[0 16 3] 
Hfc6 7] 



40 




[0164] 8 (Dfc&mWmg. 2-7DD7X 

~)17± h~HJ ;P253mg£x* / — 5 ml 
i*\ 28%^hU^A^?7-hOD^^y-;^miml 
3 *|«ie*L&. M^«ckD^»SS* 
U 5?2mn;*^>50mnc«fHUfc. *ftU MgS0 4 [£ 

[0 16 5] ^60J3 7 

l-^;i/-6- C3- (2-7MD7x^) -1 

H-tr 9 7-^-4-^010 ^>x-ray7-;i/ 

[0 16 6] 

[fl:6 8] 




[0 16 7] VV*7)VisV)\r*J7V*9> (#$Jl0%n 
-a^>^JB0 6.38ml<DTHF 10ml^lC-78 < C(CTn 
-^^VPJ^A (1.6mol/l : 'vHJ-^SiK) 4.69ml£ 
JnA. ^SatCT20^Ffl}S^t&o :intC*IlfiW3 6 0) 
^^740mgOTHF8ml^^20^*Hj'T^TL, 

^-iJA^JK^Jjn^ S^PPpt^>100mlTifttfJL 

*«E*BSLfc. »Sn&3a«ftTHF10BlK**S*, 

^nir 1 Mf-h^7^;P7>^Er:^A^nU KcDTHFjg 



^ «BETfcTHFsssr*t» tt»#£i;&. ens 

2 -MeOH=98:2) S>£ P D * * ><k t) Fijjg j| 

T 3 1 ««ft^W«filS* t LTfl Stlfc 0K*220m 
g) . 

m.p. :255— 257*C 
MS:293(MH + ) 

1 H-NMR (CDC 1 3 ) d (ppm) : 7. 85 (1H, s , H-2) , 7. 81 (H s) , 7. 
10 72(11 dd, J=8. 2, 0. 5Hz, H-4) , 7. 36-7. 31(21 m, <f>) , 7. 30 
(11 m, H-5), 7. 21 (11 dd, J=8. 2, 1. 6Hz, H-5), 7. 15 (lfl, m, 
<f> ) , 7. 06 (1H, m, * ) , 3. 76 (3H, s , Me) 
[0 16 8] m)fcM3S 

l -^yypbr;p-6- [2-y77-2- (4-^;p 
tP7xrji/) ] xf^^ ^>X-f ^7-;^ & i 

-*f V7PbT;i/-5- C2-->7/-2- (4-7;kfr 

P7xxjP) 3 x^n;p ^>X-f 5^7— 
[0 16 9] 
Ub6 9] 



50 



40 




[0 17 0] ^JS#f2 7<^fc^840mg£THFK:®giS 
**fW-HJ£A(60X in oiI)154mg^fl3A, £i& 
T45#Rfl[B«#L/ta dntC-fV7nt!;V3"^H653m 
g^iD^ fi»fcT3B#WiJl#b&. K&ffitCTKSOml £ 
ftJA. ^PP**>100mlT«ffiUfco i§*&£g£ 
U SS^*^A^PVh^^^^-(CH2Cl 2 -MeOH=99: 

7rXttl*tLTf5tl& 0K»790mg) . Ztl&m 

1 H-NMR (CDC I a ) 6 (ppm) : 8. 31, 8. 16 (H m, m), 8. 10, 8. 07 
(11 s, s) , 8. 10-8. 07 (0. 5H, m) , 7. 85(0. 5H, dd, J=0. 5, 8. 4 
Hz), 7. 70-7. 67 (2H, m), 7. 63, 7. 67 (1H, s, s), 7. 58(0. 51 d 
d, J=l. 8, 9. 3Hz), 7. 52(0. 51 d, J=8. 6Hz), 7. 18-7. 13 (2H, 
m) , 4. 76-4. 65(1H, m) , 1- 70, 1. 68, 1. 67, 1. 66(61 s, s, s, 
s,Me) 

[0 17 1] SISSW3 9 

1 ->f V7Pfcf;i/-6- [3- (4-7MP7xX 

M - lH-tf^7-;P-4->f;M ^>x-r^y7- 

l-^fV7Ptf;l—5- (3- (4-7WP7XX 

2k 

[0 17 2] 

Wt:7 0] 



50 
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w 

[0173] YVtrfri/VfrVrVMy (»10%n 
- >mm 6. 62ml OTHFlOml mi \Z - 78t: \ZT n 
-y^I/U^A a-6Bol/l,A**>«*B 25ml ^nn 

^*0.79g©TlF10mlJ6K*20^ttTarFU, »*tC^ i0 
-9A»*ftjp*, ^PP*^>100mlT«tBUfc o 

u i*MTi/^v»>A«i, mot 
is**., £atcTiR#ram#bfc<, *50mi*un^ « 

=99:l©%99:2)fcT*»Bl;fco BRf«tS«T»HJ: 0 6 

lOSng, 194mg#£ft£o 
MS:321(MH + ) 

1 H-NMR(DMSO-de ) 6 (ppm) : 13. 05<1H, br, NH), 8. 26(1H, 
s) , 7. 56 (1H, d, J=8. 4flz) , 7. 46-7. 40 (3H, m) , 7. 24-7. 10 
(2H, m) , 7. 08 (1H, dd, J=8. 4, 1. 6Hz) , 4. 64—4. 57 (1H, m) , 1. 
42(6H,d, J=6.8Ez) 

MS:321(MH + ) 30 
'H-NMR(DMS<H!«) 6 (ppm) : 13.00(1H, br, NH),8. 29 (IB, 
s) , 7. 56 (lfl, d, J=8. 4Hz) , 7. 49 (1H, m) , 7. 45-7. 41 (2B, m) , 
7. 22-7. 10 (2H, m) , 7. 11 (1H, dd, J=8. 4, 1. 3Hz) , 4. 75-4. 6 
8(lH,m),1.50(6H,d, J=6.8Hz) 
[0174] Siffl4 

(2 -^>^;i/^->x^)^^;i/^^^;i/x-x 

[0175] 
Mb7 1] 




49 



[0 17 6] I?l/>yiJ 3-Jrt/^>^X-f * 
(60% in oil)2.4gftJHiL 30#«#L 

fee 3^fc^hU^A9.0g, jnn^f;wfMA7 

* F5.02ml£Jo*_, 4tfcT14l$|IWU*Lfc. 
^aB^-hU^A******. >>^PP^>200m 

^A^DV h^^7>T— (n-Hex-EtoAc=10-l)trTaS-r 50 
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-rM«fi«i: UT4. 10g#^nfCo 
1 H-NMR(CDC1 3 ) 6 (ppm) : 7. 35-7. 25(5H, m), 4. 70(2H, s), 
4. 58 (2H, s) , 3. 74-3. 65 (4H, m) , 2. 15 (3H, s) 
[0 17 7] 8£M5 

( 2 -^^yjV^^x^P) P n t^frX-^V 
[0 17 8] 
[flS7 2] 

OBn 

[0 17 9] (2 - ^>?***S/XWW/f A?* 
^^X-y^sy^DD^^^lmltJBWU -781C 
fcTX;V:7xx;i^ P U H (S0 2 Ch )1. 55ml <D*J9 P P * 

2i$rajg#Lfc 0 ^ttE&SSTsa:, 
©*#ibT3.78gffStlfc. 2in*««*ffc*OK 

'H-NlflUCDCh) : 7. 35-7. 27 (5H, n), 5. 55 (2H, s),4. 57(2 
H, s) , 3. 88—3. 85 (2H, m) , 3. 69—3. 66 (2H, m) 

[0180] nmmto 

1- (2-^>^m->Xht^fM -6- C2 





-2 - (4 -7WD7x^W ] Xr^ 










1- (2- 


^ > v;^* yxh+y/ - 5 - 


C2 


-is7S- 


- 2 - (4-7WD7XXJW ] XxX 





[0 18 1] 
Hfc7 3] 




[0 18 2] «B«2 7©ft-&ftl.iagSTHP20Blfc«P* 
**fc^HJ£A201ng (60% in oil)ftlQ*.30 

#a#ufco 2 - ^>y;i/*+^x h+^^fw d 5 

-f Fl.l22g«H*., 3«HBSWK:Ta»Ufc. SSE£® 
5&LSiSS:*^A^PTh^^7^-(CH2C12-MeOH=9 

8-2) \zxmm?2> t* smit^om^mm&r^v 

1 H-NMR(CDC1 3 ) 6 (ppm) : 8. 23-8. 19 (1H, m), 8. 09—8. 02, 
7. 88-7. 86 (2H, m) , 7. 76-7. 58 (4H, m), 7. 38, -7. 27 (5H, 
m) , 7. 18, -7. 13 (2H, m, * -F) , 5. 70, 5. 67 (2H, s, CH2) , 5. 30 
(s), 4. 57-4. 50 (m) (2H), 3. 80-3. 60 (4H, m) 
[0 18 3] ^58094 1 

1- (2-^>^t»^Xh^>^^) - 5or6 - 
(3- (4 -7J^D7x^l/) - 1 H-\d^V-)l- 



-928- 



43 

[0 18 4] 
Hfc7 4] 




[0 18 5] hV*7)W))VP7 s /*jr> (mo%n 
-s\3rD->mm 28nl©THF30iDl*»C-78 , CfcTn - 
ttJWJttJ* (l-6mol/l : -%**>flMD 22ml£i0 
X. Hfl«fcT20#IB«#Lft. ^ntcHSfiW4 0Ofl: 
£*4. 9g©THF15nl*«[*20»^ttT«TL, 

*«56l&. #snfca«*raFioiiit«*aii:, 

(ClMxh^^^T^n^A^nU K©THF«jK50in 
lfciD*. SfifcT3l*IMI»l,&. *500ml£iO;L M 
£ETfcTHFft«*U tCftWSttU 

iJ^A^nvhy^y>r-(CH2Ch-MeOH=99:l) (C 

tsai/fco « i ffl^ct o 6 - t^/-jwfci. 92g>&t, 
r xtts#£ i/ren-en* s tut. 

[0 18 6] 
Mfc7 5] 




[0 18 7] 

1 H-NMR(CDC1 s ) 6 (ppm) : 7. 97 (1H, s, H-2), 7. 74(1H, d, J= 
8. 4Hz, H-5) , 7. 71 (1H, s), 7. 45-7. 40 (2H, m, <f>-F), 7. 43(1 
H, m, H-8) , 7. 35-7. 27 (5H, m, * ) , 7. 25 (IB, dd, J=8. 4, 1. 65 
Hz, H-6), 6. 99 (2H, dd, J=8. 7, 8. 7Hz, *-F), 5. 55 (2H, s), 4. 
51 (2H, s) , 3. 56-3. 52 (4H, m, 0, 0) 

[0 18 8] 

Hfc7 6] 




[0 18 9] 5-K5!/-*» 
1 H-NMR(CDC1 s ) (5 (ppm) : 7. 98(1H, s, H-2), 7. 75(1H, m, H- 
5) , 7. 73 (1H, s) , 7. 47 (IB, d, J=8. 4Hz, H-8) , 7. 43 (2H, dd, J= 
8. 7, 5.4Hz, <J>-F),7.35-7.29(5H,m, *),7.22(1H, dd, J= 
8. 4, 1. 5Hz, H-7) , 7. 00(2H, dd, J=8. 7, 8. 7Hz, <f>-F), 5. 64(2 
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H, s) , 4. 53 (2H, s) , 3. 63 (4H, m, 0, 0) 
[0 19 0] *SS0J4 2 

1- (2-hHP^>Xh^^) -6- C3 - 
(4-7)V*U7^-)V) - 1 H-if ^ v /-;i/-4--f 

[0191] 
Wk7 7] 

10 ^N'^'^sg^N . y^s^^ 

H 

[0 19 2] Pd-C (10% wet)230ng^^^/-;H0mHC 
1H&U 1- (2-^>yJ|/t+yXh+y^fJW - 

6- [3 - (4-7JPtn7x-JW - iH-e^y- 

;i/-4->r;W ^>X-f ^^y-^somgcD^^y-^ 

5ml^Ry:4NHCl/> ? ^+-y'>0.3ml^ftI^ #JE# 
fiT, SMii7cLfcc U Sifcldffifn&K 

*^^-hU^A^S^llDA7;i/*UtttL, CH2CI2-THF 
^ (4:l)JB*100al"P»aiWt. ^tSl^MgSO^ Tft**U 

£ V T50ng# S n^Co 
m.p. :238— 239*C 
MS:353(MH + ) 

l H-NMR(DMS0-de) 6 (ppm) : 13.08(lH,br,NH),8.31(lH, s, 
H-2) , 7. 59 (1H, dd, J=0. 5, 8. 2Hz, H-5), 7. 52 (1H, br, s, H- 
8) , 7. 43 (2H, dd, J=8. 9, 5. 5Hz, <f> ) , 7. 22-7. 06(2H, m, <f> ) , 
7. 10 (1H, dd, J=8. 2, 1. 6Hz, H-6) , 5. 58 (2H, s , N, 0) , 4. 65 (1 
H, m, OH) , 3. 42—3. 33 (4H, m, 0, 0) 
30 [0 19 3] *JS0J4 3 

1- (2-bPD^>xh^y;» - 5- [3 - 
{4-y)\,j?uyjL-)V) - 1 H-¥yV-)],~-4 — r 

[0 194] 
Wt7 8] 




[0 19 5] Pd-C (10% wet)330ng*^^/-;H0BlC 
BSU 1- (2 - ^>^ttS/Xh*^^W» - 
5- [3- (4-7^*D7xXJW - 1 H-fcf^l/- 

;i/-4--r;K) ^>x<^^v r -;i/330mg(D^^/-;i/ 

5ml^S^4NHCl/^^-9*> O.SilftlO*., fTK 

**^HU»>A»KftJp^ 7*AUttiU CfcCh-T 
HF(4:1) mm 100ml TttUi Lfco #«/i£MgS0< 
50 U C&Cl^D^aT^tgHfl:^ 
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t L T150mg# % fife* 
m.p.:200-202t: 
MS:353(MB + ) 

1 H-NMR(DMSO-de ) 6 (ppm) : 13. 03(1H, br,NH),8. 33(1H, s, 
H-2), 7. 58 (1H, d, J=8. 2Hz, H-8), 7. 52 (IB, d, J=L 3Hz,H- 
5) , 7. 43 (2H, dd, J=8. 8, 5. 5Hz, , <f> ) , 7. 24—7. 08 (2H, m, 
<t> ) , 7. 16 (1H, dd, J=l. 3, 8. 2Hz, H-7) , 5. 65 (2H, s, N, 0) , 4. 6 
8 (1H, m, OH) , 3. 46-3. 42 (4H, m, 0, 0) 
[0 19 6] &M4 4 

6- (2-y7/-2- (3-*b*i/7x.-M Xf 

[1, 2-a) 

[0197] 
Mfc7 9] 




[0 1 9 8] >f %W CI, 2 -a] h:U^>-6-# 
Wty7JI/rt K500mg (3 -j* h+y7x"JW 7 
•fe h - h U ;i/527mg*X^ J — JHOml £1*28% ^ 
hU^A^^^-h(D^^/-;PSminilSJOA, S 

%7k>$Xi^Y>f774—i!2kl\%~~\% MeOH in CH2C 

ii)fcT*«-r*t* mmik&mwn&T*:)}/7TZ 

«@^<hUT#e>nfc (iR»785ing) « 
1 H-NMR(DMS0-de ) <5 (ppm) : 3. 81 (3H, s, 0CH3), 7. 02 (1H, d, 
J=9. 0Hz, C-13) , 7. 29 (1H, s, C-10) , 7. 30 (1H, d, J=9. 0Hz, C- 
11) , 7. 43 (1H, t, J=9. 0Hz, C-12), 7. 66 (1H, s, C-9), 7. 73(1 
H, d, J=9. 5Hz, C-7) , 7. 93 (1H, d, J=9. 5Hz, C-8) , 8. 06 (1H, s, 
C-3), 8. 11 (1H, s, C-2), 9. 05(1H, s, C-5) 
[0 19 9] %ttfl4 5 

5- [3- (3-*b*is7x.-M -!H-fcf77- 
nr-4-fM <^9 S J CI. 2-a] b?US?> 



[0 2 0 0] 
Mfc8 0] 



OMe 




[0 2 0 1] YVttfoWhVTVMy (*&10%n 
-s\*V>mm 4.34ml^THF8ml^iC-78 , C^Tn 
-^?;i/U^A (1.6mol/l : n-^*tf>»«) 1.70 

4 0{t&m(^®TEF8mmm%2OftfrWTffiTl>, & 



10 



20 



30 



40 
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*ufco »6nfca*ftTHFiomit««is*, ;mfci 

Mfh7^7> : E^A7DU H©THF»«l.lmIft 
in*., gS(CTlf$[B«#Lfco *10ml£JP;^ MffiT 

gfc, ^A^nTh^^-ttkCh-CfoCl 
2 /(CH 3 ) 2 C=0 = 9 : l)tTll«'r*taWft^«38W 
Jtfe7^;V7rX«@^t LT^^n*: (JRSlOOm 
g) e 

1 H-NMR(CDC1 3 ) : 3. 75(3H, s, OCHs ) , 6. 91 (1H, dd, J=l. 6Hz, 
9. 0Hz, C-13), 7. 02-7. 04 (2H, m, C-10, C-12), 7. 11 (1H, dd, 
1=1. 6Hz, 9. 0Hz, C-ll) , 7. 30(1H, d, J=9. 0Hz, C-7) , 7. 54(1 
H, s, C-9) , 7. 57 (lfl, d, J=9. 0Hz, C-8) , 7. 64(1H, s, C-3), 7. 7 
4(lH,s,C-2),8.11(lH,s,C-5) 
[0 2 0 2] ffigfl[6 

5 - b ba^>^jy-^>x^ ^ 

[0 2 0 3] 
Mfc8 1] 



H 



CH2OH 



[0 2 0 4] *^ftU5 1 ^A7;l/^-^A14.051g^THF 
150ml CMS*. SST'OX'f 5 

7^32. 381g<OTHF300ml ®ffi^403^ 
B^tf TWTLfc. 10^{CTHF200ml *Jn*AiBT2. 5 

»1/*eet*««st* tmmit^m2. 89g#en 

fee ^nf*BBf«OSS*©K*»CfflVi&. 1 H-NMR(DHS 
O-de ) (5 (ppm) : 4. 58 (2H, s), 5. 02-5. 30 (1H, br), 7. 12(1 
H, dd, J=l. 2, 8. 4Hz) , 7. 49-7. 50(1H, m), 7. 50(1H, d, J=8. 4 
Hz),8.16(lH ( s) 
[0 2 0 5] ®mM7 

1 -^)V- 6-fc f p^v^^;^>x-r ^ 

[0 2 0 6] 



Mfc8 2] 



CH2PH 



Me 



50 



[0 2 0 7] 6-hHn+->^^;l/^>X-f 5^/-* 
27. 36g£DMF135ml fc»#U * 21 h U ^ A 

(&ffi#fro ^g#360%) 7.426g£JnA, SfiT30»W 
MW hit. * Z 3 Wt* ?;H1. 5ml ^^ST20^H^ 

i7 n V h ^ 9 7 A — (CH2 C 1 2 /Ace tone=l/l— l/2-*V3) \Z 
TSfiU, SjSft^9.87g*7 ; &^7r^«@^i:L 

1 H-NMR (DMSO-d e ) 6 (ppm) : 3. 80 (3H, s) , 4. 60 (2H, d, J=5. 6 



—930- 



(25) 
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Hz) , 5. 20 (IE, dt, J=2. 4, 5. 6Hz) , 7. 14UB, d, J=8. OHz) , 7. 4 
8 (IE, br, s), 7. 55 (IE, d, J=8. OHz), 8. 11 (IE, s) 

[0 2 0 8] §8g#I8 
1 6 -i£)l^)V^yX^ ^ 

[0 2 0 9] 

Wfc8 3] 




Me 

[0 2 10] 1-^^-6-t }tU*zs*?)\^>X 10 
^5^/-;W.74gS7-bl->200mlfc«iiBa*, gtt- 
&fcv>#>30. 309gftH0ATafiT13«flBW»l/fc. 
$ 6 fci^iUMfcv>;tf >10. OSQg&tt* 5 ttRHUftS 

b r# ^ nfcs* * u * y ; w& vkttu^v&y 

7 — (CHCls /MeOH=100/l-*50/1^10/l) fcTHHU g 
Mfr&IM. 7g*#fc. 

'H-MIRttDCh) : 3.94(3H, s),7.84(lB,dd, J=l. 4, 8. OHz) , 

7. 92 (1H, d, J=8. OHz) , 8. 00 (IE, br , s) , 8. 05 (IB, s) , 10. 12 20 

(lB,s) 

[0 2 11] 6 

1 ~*^)V- 6 - [2-y77-2- (4-ZhD7x 

[0 2 12] 
Ufc;8 4] 




[0 2 13] gjtW 8 (Dik&mmvg, (4-nbD7x 
7ir hx b U ;W348mg*x^ J -;H0ml idgSffiS 
28%^-hU^A^^^-h0^^y-;VSffilml$ 

LTf»S*l& OKS580mg(EtOE-IPE)) „ 
m.p. :249— 251*0 

1 H-NMR(CDC1 a ) 6 (ppn) : 3. 96(3H, s, -CB3), 7. 71, (IB, dd, 40 
J=l. 6Bz, 8. 4Hz, C-7) , 7. 85, (IE, s, C-9) , 7. 88 (2H, d, J=8. 8 
Hz, CIO, C13) , 7. 89(1B, d, J=8. 4Ez, C-8) , 8. 03(1B, s, C-5), 
8. 30(1B, s, C-2) , 8. 33 (2H, d, J=8. 8Hz, Cll, C12) 
[0 2 14] HJS094 7 

1-^^-6- C3- (4-rhn7xZJl/) -1H 
-tf^/-;i^4-> (M ^>X<i 

[0 2 15] 

Wb8 5] 
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[0 2 16] HJ*3V!^>y;i^7>/^> ($tJlO%n 
-A*-y->g«0 4. 5ml £>THF 9 ml mWi\Z - 78*C KIT n - 
:/^U?#A(1.6inol/l : A+-y->^)5.6ml^JD 

^•57ftig©THF30ml««*2Q»*ttT*Tl/, tfc* Kg 

— 9A««ftlDA, v^an*^>3(klTaHJLfco # 

SSLfto #^nfcS«t^TBF2ml{^»$#, ^tlKl 
lMfb^^W^^AyniJ K©THFS«2.5inl 
ftjtoA, *fifcTlB*BJI#Ufc. *10ml SrJD AMJEET 
£TEF£g£T5 2:, U&. ^nSr»®, * 

ft* S£®&, *^A^DVh^^7>r-(CB2Cl2-l% 
MeOB in CHaCMfcTWai/fc. CH2CI2-IPEJ: DHiBS 

One) . 

m. P.: 244-247*0 

1 H-NMR (DMSO-d e ) (5 (ppm) : 3. 80 (3E f s, -CB 3 ) , 7. 07 (IE, d, 
J=8. 2Bz, C7) , 7. 54 (IE, s, C-5) , 7. 61 (IE, d, J=8. 2Bz, C8) , 
7. 71 (2B, d, J=8. 4Hz, C10, C12), 8. 05 (IE, s, C2), 8. 17-8. 1 
9(2H, m, Cll, C13), 8. 20(lfl, s, C9), 13. 41 (IB, br, s, NH) 
[0 2 17] ^JSW4 8 

1-^^-6- (3- (4-7^/7xn;i/) -1H 

-\f?V-)i-4-' (M ^yx^^J-yy 

[0 2 18] 

Mb8 6] 




[0 2 19] §fe&&094 7^{t£«25ng£^y-;i,3ml 
fc*#U 1NBC1 0.2ml 10% Pd-C46ng£;tra;L 
*3SS&LT#i&, «ffiTieiB8»U3fc. 

»&X^;i/15mlT«fflLfco «HA. fflfP 
13ntg) e 

a p. :145— 147*C 

1 B-NMR (CDC1 3 ) 6 (ppm) : 3. 79(3H, s, CH3) , 6. 65(2H, d, J= 
8. 6Hz, C10, C12), 7. 23(2H, d, J=8. 6Bz, Cll, C13), 7. 24-7. 
25 (IE, m, C7) , 7. 35 (IE, s , C5) , 7. 71 (IE, d, J=8. 4Bz, C8) , 7. 



50 



30 
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72(lB,s,C2),7.85(Hs,C9) 
[0 2 2 0] ^Sfi0H9 
1 ~^^)V- 6 - C2-S/7/-2- (3, 

[0 2 2 1] 
Mfc8 7] 




OMe 



OMe 



[ 0 2 2 2 ] Kigflil 8 (Dfb<&^500mg, (3, 4->>* 
h^y7x-Jl/) 7"th-hU*500iBgftX^y-;l/7m 

««o.2aieiQAsaT3i9iniiwL&. Srwtfciies 

fLafiBafcl/Cft&tlfc (JRfi825mg) . 
m. p.: 175-177*0 

1 H-NMR(CDC1 s ) 6 (ppm) : 3.93(3H, s.CHs), 3.95(3H, s,C 
Hs ) , 3. 99(31 s, CHs ) , 6. 94 (IB, d, J=8. 6Bz, Cll) , 7. 18(11 
d, J=2. 2Hz, C12) , 7. 29 (1H, dd, J=2. 2Hz, 8. 6Hz, CIO) , 7. 59 
(11 s, C9) , 7. 63 (1H, dd, J=l. 7Hz, 8.4Hz, C7), 7. 84(11 d, J 
=8. 4Bz, C8) , 7. 97 (11 s, C2) , 8. 21(11 d, J=l. 7Hz, C5) 
[0 2 2 3] m&MSO 

l-*?)l-6- [3- (3, 4 -v^ htv7xX 

M - 1 H-br^y-;i/-4--r ^>x<5*V- 

[0 2 24] 
HG8 8] 



OMe 



OMe 




[0 2 2 5] Y*)* ; ?)V1/V)V*J7V*?> (ttlOKn 
-^it>^?K) 5. 9ml (DTHF 9 ml - 78t: l^T n - 
^JI/U?^A(1.6ido1/1 ; ^*-a->««)4.7inlSlB 
HfiKfcT2a»BHB*Lfc. JinK«IS#|4 9 0ft: 
^800«E©THF10ml*ttft20^ttT*TU, 

iSfciJOA, ^nn*^>50mlTJSfflL&o 

fco ^^nfe^^THFlOmltC^^-fr. CtlClMr 
h7yfJl/7>^^A7DU H<7)THFS^5nilSJn 
£flfcTll$inil#L&. *20ml&JflA«BETtCTH 

Ft*****, *»#s-c&. ft 

Jft& *^A^nvh^^7^-(CH2Cl 2 -l% MeOH i 

d CH2Cl.)fcT*l«U£. cH2ci>j:D?itsa-r^&ra 



5(7 



ft^«rtW«ftlS*tbTl»6nfc CKfi390mg) . 

m.p. :2i5— 2i8*c 

1 H-NMR(CDC1 3 ) 6 (ppm) : 3. 66(31 s, CHa ) , 3. 79(3H, s, C 
Hs ) , 3. 89 (3H, s , CH s ) , 6. 83 (11 d, J=8. 2Hz, Cll) , 6. 99 (1H, 
d, J=2. 0Hz, CIO), 7. 03 (11 dd, J=2. 0Hz, 8. 2Hz, C12), 7. 27 
(11 dd, J=2. 2Hz, 8. 4Hz, C7) , 7. 35 (11 d, J=2. 2Hz, C5) , 7. 7 
301 d, J=8.4Hz,C8), 7. 76(11 s, C2), 7. 86(11 s, C9) 
[0 2 2 6] OJM9 

[2-7ir^;P"3- (N, N-y*^JP73 
10 J) ) 7i7UW-h 



[0 2 2 7] 
[ft8 9] 



o o 



OMe 



[0 2 2 8] ^?;P7-feh7-tT— MlgSN, N-S? 
*?;V*^2*7 5 FlOOmlfcflMPU N, N-^*3MP 
*M7^ F3**y;P7"fe*— JM7nil ^JJDAIOO'CT 2 

a? ^ratraiaufco n, n-> ? ^?;w*;i^A7^ f&weeb 

*U Sit$->U*y;^D^h^^7>f-tCT(CH2Cl 
2-1% MeOH in CH 2 C1 2 )*!©•**£ fci»fc&*Wt3Kfi 
fJfitt4&S£LT#S>nfc 0RS11.2g) o 
1 H-NMR(CDC1 5 ) 6 (ppm) : 2. 32(31 s), 2. 88(3B, s), 2. 97(3 
1 s) , 3. 76(31 s), 7. 70(0. 7H, s) , 8. 01(0. 3H, s) 

[0229] mtmio 

[0 2 3 0] 
[ft9 0] 



30 



40 



Me COjfle 

[0 2 3 1] C2- 7*^-3- (N, N-y 

^?;i/7^/) ] 7^uix-Migftx^y-;no(kifc 

*#U hH^v f >l*la^6.4g^ftl^80 < CT2^1ni 
fibfc. K«*&i*£E«*UaS&*Kx^;W00mlfc 

rX«H#£LTf§£nfc 0RS5. 8g) o 

1 H-NMR(CDC1 3 ) : 2. 57 (3H, s) , 3. 84(3H, s), 7. 97(lfi, s) 
[0 2 3 2] HJE0S5 1 

2- CI - (2-m^^Jl/->U;VXh^v^^;i/) - 
2- [1- (2- FU^^^UJ^XF^So^JM - 

5-^^;i/-hf^!/-;i/-4— fjW3 -6-bHP»-> 

[0 2 3 3] 
Mt9 1] 



50 
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52 



OH 



SEM 

[0 2 3 4] *3 L )l-3-*3 L )l¥7*/-)l,-4-%)V 
#*vl/-F3g ftN, N-S^?;V*;l/A75 F30ml 
fc**U *3MW-FU£A (60% in KM) 857mg£ 
in**?M r 30»ilU*L&. &V>T2- (F»J;*?;H>y 
;i/)Xh^WD7-f F3.9gira*£aT30#S# 
Lfc. KJ&«fc*40nL 200ml W«S 

;l/60mk H2O 20fflllI^#LNaOH 1.2gftiDA. 40»K» 

OmlSJDjt, *S£1N HCltTRttKLfc. 
Kx?;U200mlTfflffl, «»Att#-e«g«K SSKV 

*x;i/i.^^uqA6o < c^T4o»ffljniaufco mnt««± 

LtfU v>20mk 4-737-5— f 3 ^/-;U#JM* 
+^73 4, 4-^^75 7 ^ 

>36mg$JnA60 , C^Tl^Kfll^Ufcc K*«t*120m 

H2 0 40mK X^/-;H0mlC»j»S-&, U ^ 

;p*H*UftH*iiDiiinA, «ft;7^ 1 u>30mncTtt 

— (CH 2 Ch-2% MeOH in CHaClaMCTttfM" 
* i &&7*)V7 7 XJKHfrWOOngft 
MS:347(MH + ) 

1 E-NMR (DMSO-d e ) <5 (ppm) : 0. 01~0. 07 (9H, s), 0. 90 (2H, d 
d, J=l. 8Hz, 8. 1Hz), 2. 74(3H ( s), 3. 60 (2B, dd, J=l. 8Hz, 8. 1 
Hz) , 5. 42 (0. 4H, s) , 5. 53 (0. 6H, s) , 8. 13 (IE, br, s) , 8. 28 (1 
H, s), 8. 66 (IE, s) 

[0235] mmms 2 

2- l3-*?)V-lH-]£5*/-)V-4-<1M -6 

[0 2 3 6] 
Hfc9 2] 

OH 



10 



[0 2 3 7] 2- [1- (2- hU^^U^Xh* 

^WM -3-7^-fcf^^-;i/-4— r;w -6 

-tHD+y^J>t2- [1- (2-hy7^vy 

;i/xh^->7?;i/) - 5 - t^il-^yV-Ji- 4 

AO -6-t Fn^S/^y >©B-&«130ngft h'J 7 A 



39 



30 



^-nSS 2 ml tc^«¥U#n > HJ * F y 7;^n7ir? 
-F400mg^Jn^*»Tii^KlS^Lfc o 

/-A*5ml»jM*JE«SU Sfi^7A^D7h^ 
^7^-(CE2Cl2-20% in CE 2 C1 2 )(CT«MT^) tSfe 

nLp.:240^24SC 
MS:217(MH + ) 

1 B-NMR (DMSO-d s ) 6 (ppm) : 2. 48 (3H, s) , 8. 35 (IE, s) , 8. 59 
(IB, s) 

[0 2 3 8] ffiftfll 1 

1 -^)V-4-ti)Vn^ A- 5-75 7 — f syy 

[0 2 3 9] 
Hfc9 3] 

o 

"A 

[0 2 4 0] 2-757-2- v7/7irh7^F2g 
£7-fe Fx F y A20ml L F y x^A^U F*A^ 

>c^40%^^/-;l/^940mg*lni^20^ 
fcTttfcCh-^SX MeOH in CH2Cb)*H|-rst«iafl: 

*770mg) o 
MS:141(MH + ) 

1 H-NMR (DMSO-d e ) 6 (ppm) : 3. 40 (3B, s, CH a ) , 5. 73 (2H, 
s, ) , 6. 60 (1H, br) , 6. 74 (1H, br) , 7. 06 (IE, s) 

[0 24 1] Sjgfljl 2 
X^A (3- (N, N-5?;*^A757) -2-7xX 
a) 7^'J U—b 

[0 242] 

[ft9 4] 



[0243] x^;i^>7-f ;K7irx-Fiog£, n, 

N-^*^A*AA75 F 100ml (d^SitN, N-5> 
40 *^A*AA75 F^*^A7t:?-A13.8g£iinA100 
•CTH^IBJPfll/fc. N, N-S^?;]/*AA75 F£ 

®atss*>'y*y;i/^D^Fy^7^-^Tfifs 

(CH2 C 1 2 ) f 3 *fiiM#»JWi £ tt& 0K«7.3g) o 
1 H-NMR(CDC1 3 ) 6 (ppm) : 0. 91 (3H, t, J=7. 0Hz) , 2. 74(3H, 
s) , 2. 87 (3E, s) , 3. 82 (2E, q, J=7. OEz) , 7. 37-7. 45(3H, m) , 
7.46—7.48(2H,m) 

[0 244] fljfiffll 3 

x^a C3 -7xx;i/- 1 h — bf ^ a - 4 — f A) 

50 [0 24 5] 
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54 



[ft9 5] 



l s ^l r C0 2 Et 

Y 



[0 2 4 6] [3- (N, N-V*?)17$;) 

- 2 -yji~M 7t? U lx— h7.28g$rX^y-;W0ml 
tC&^U h K^v> 1 *»!fe2. QSg^jD^LSO^ClCL 5B# 

sn& (wa3.6g) . 

1 H-NMR (DMSO-d e ) 6 (ppm) : 1. 21 (3H, t , J=7. 0Hz) , 4. 17 (2 
H, q, J=7. OHz) , 7. 44-7. 47 (3H, m) , 7. 69-7. 72 (2H, m) , 8. 1 
8(lH,br,s) 
[0 2 4 7] ^S6#15 3 

2- [3-7xZJj/- lH-^y"/-)l-4~-( M - 
6 - b KP^>- 9 -j^l^U > 

[0 248] 

Hb9 6] 



'H-NMR (DMSO-d e) 6 (ppm) : 3.65(3H, s.CHs), 7. 36-7.49 
(3H, m) , 7. 70-7. 74 (2H, m) , 8. 49 (IE, s) , 13. 35 (1H, br , s, D 
2 0 exchangeable) 
[0 2 5 3] HJg^JS 5 

2- C3-^x^;p-iH-b!^y-;i/-4— fjtO - 

[0 2 54] 
Ht9 8] 



i0 




[0 2 4 9] %mM51, 5 2-V^Vtt&tWim\Zls 

m. p.: 290-296*0 
MS:293(MH + ) 

1 H-NMR (DMSO-d * ) 5 (ppm) : 3. 49 (3H, s, CH 3 ) , 7. 32-7. 48 
(3H, m), 7. 62-7. 65 (2H, m), 7. 93 (1H, s) , 8. 20(0. 5H, br, 
s) , 8. 46 (0. 5H, br, s) \ 12. 12 (1H, br, s) 
[0 2 5 0] *Jg#!5 4 

2- [3-7xZ;P- 1 H-¥?V-)l-4-^ M ~ 
6-#PP-9-*5Vk/U> 
[0 2 5 1] 

Hfc9 7] 




[0 2 5 2] 2- C3-7x-Jl/-lH-tr^y-;i/- 
4— T;W -6-kHD*^-9-^5 t ;^U>40neft 
^ od*JI/A 1 mlfcSi&Slftttfc^rj-^M). ImU N, 
N->?*^>V*;kk7S H12mg^jto^2.5^MJnSRSSS 
£«K«fl£l/*2aI«AlX.iSA«mt < r«&CI 
^£««*WtflB*fcLT»6tt& CKfi20mg) . 
m. p. : 133— 135*0 (decomp. ) 
MS:311(MH + ) 



Y 



[0 2 5 5] 2- [3-7x-^- 1 H-t^/-J]/- 
4 — f;W -6-^PD-9-^^;VyU>32mgS*4 
ml ^ ^ y -MOml L28% 7 - 7* 1 rah 10% 
Pd-C62mg£jD*., ^rt**^Bftlx«ia^JEET3^pffl« 

fcH#««*r* a:giB{t'&W^fi7^;i/7 r X« 
H*iLTft&n& (iRSlOmg) , 
20 MS:277(MH + ) 

1 H-NMR (DMSO-d e ) 6 (ppm) : 3. 65(3H, s, CH 3 ), 7. 30-7.47 
(3H, m) , 7. 65-7. 70 (2H, m) , 8. 41 (1H, s) , 9. 01 (1H, s) , 13. 2 
5(lH,br,s) 

[0256] nmms s 

1- (2-^>yMtyX^) -5 or 6- [3 - 
(4-7^P7x^) - 1 H-b^/-Jl/-4--f 



[0 2 5 7] 

Ht9 9] 



30 



BnO 




[0 2 5 8] %JKffl2 6©fl5^4fc <4g) £DMF (40ml) 
fc«»S*JK»TNaH (0.78g;60% oil dispersion)^ 
•^rfcjDAfc. SMT30»W«#^^>^;^+^X? 
* ^P7^fF (1.8g) ^UD^fco 70 t CT4^ffljDSL 

49 £*«£fiflfcRU H2O 50ml,AcOEt 200ml SriP 

£&£Ufco #£;ftfcSi6 (3.1g) SrEtOH (40ml) \Z® 
*L4NHCl-S>**»;/»fc (3ml) 1 ttHUaJR 

SiSUfco £j&««fififcRU NaHC0 3 aqT^fP, H2O 
SiHAAcOEt (200ml) TfttiB* &*n&i*Tifc&MgSO< 

gimi^U*yMDTh^77^H: 

Tf» « (CH2CI2 -CH2 C 1 2 /MeOH=99/l) "T * i» 1 t 
LT6-tf^y-;W*t720mg, 3S2?gffl^£:LT> 5 

50 Tienfc, 
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1 H-NMR (CDC1 s ) 6 (ppm) : 3. 70 (2H, t , J=5. OHz) , 4. 26 (2H, 
t , J=5. OHz) , 4. 44(2H, s) , 6. 94-6. 99 (2H, m) , 7. 13-7. 16 
(2H, m) , 7. 21 (1H, dd, J=l. 5Hz, 8. 4Hz) , 7. 23-7. 24 (3H, m) , 
7. 38-7. 42 (2H, m) , 7. 68 (1H, s) , 7. 75 (2H, d, J=8. 42Hz) , 7. 
98(lH,s) 

1 H-NMR (CDC1 s ) 6 (ppm) : 3. 81 (2H, t , J=5. 2Hz) , 4. 35 (2H, 
t, J=5. 2Hz), 4. 89(2H ( s), 6. 96-7. 00 (2H, m), 7. 16-7. 20 
(3H, m) , 7. 26-7. 30 (4H, m) , 7. 42-7. 45 (2H, m) , 7. 72 (1H, 10 
s),7.76(lH,s),8.00(lH,s) 

[0259] mmsi 

[3- (4-7WD7x 
~M -lH-fcf^/-JV-4 — f)V) ^>X*f^/ 

[0 2 6 0] 
[fclOO] 



1. N 



55 



;W ^>X-f sy>/-;U300mg£m\ *JS«?d 5 7 i: N 
1^:235—237^ 

1 H-NMR (DMSO-de ) 6 (ppm) : 3. 72 (2H, dt, J=5. 10Hz), 4. 26 
(2H, dd, J=5. 10Hz) , 4. 98 (1H, t , J=5Hz) , 7. 09-7. 15(3H, 
n) , 7. 41-7. 45 (2H, m) , 7. 48 (1H, s) , 7. 52 (IB, d, J=8. 4Hz) , 
7. 92 (1H, br, s) , 8. 12 (1H, s), 13. 03 (1H, br, s) 

[0 2 6 5] nmmsv 

1- {2-?U\Z)lttistt)V) -6- [3- (4- 





-)V- 


4-<;W ^ 








1- (2-?U\f.)\,**i'3L3 L )\>) - 


5- 


C3- (4- 


7WD7xZJW - 1 H- tf^A- 




4--OW ^ 



[0 2 6 6] 
[ffc!0 2] 




[0 2 6 1] 1 -^>^;i/rt^v-X^;]/- 6 - [3 - 
(4-7MD7xZ;W -lH-tf^V-;l/-4— f 

JW ^>X-f ^ ^/-;l/360mg*MeOH 10ml(C^blO% 
Pd-C360mg^JniAH 2 SffflgTFSi&KT 2 P#Hif#Ufco 

RjMKft-fe^-f hJIiftU fcO^Jn^LAcOEt 20ml(ClTft 

(CH2 CI 2 -CHa Ch/Me0H=98/2) i«Bfc-&4IW*186iie 
dl p. :199— 201X: 

1 H-NMR (DMSO-de) <5 (ppm) : 3.64(2H, t, J=5Hz),4.18(2H, 
t , J=5Hz) , 4. 93 (lfl, t , J=5Hz) , 7. 04 (1H, d, J=8. 2Hz) , 7. 08 
-7. 22 (2H, m), 7. 43-7. 46 (3H, m), 7. 55 (1H, d, J=8. 2Hz), 
7. 94 (lfl, br, s), 8. 11 <1H, s), 13. 06 (1H, br, s) 
[0 2 6 2] *J6095 8 

l-kHPt->X^-5- [3- (4-7WP7X 

rik 

[0 2 6 3] 

tflsioi] 




[0 2 6 4] l-^>^JWyX^-5- [3 - 



[0 2 6 7] 2 6 (Dit-S®} (lOOmg) £DMF (2m 

1) £^£l**?&TNaH (21mg:60%oil dispersion) 

^D^-fF (36mg) £iJfl;Lfco 7CCT 3($R8;tn] 
iSLifc&> K&iSSSfliCML&O 10ml, AcOEt SOmlftl 
Ztz* «:ttll«tt«lft«4cTtt#, MgS0< 
50 g5SLfco #£ft*:Si££EtOH 10mltcS»$ii4N HC 
1-^**U">»«E (0.3ml) «lPX.Tll9inhI»niKU 
RJ6**fififcRU NaHCOaaqT^Sl, HzOSrjDAA 
cOEt60mlTaffl, tt»ft«*T«B»» MgS0< 

2 -CH2 CI 2 /MeOH=99/l)f^ £Jg 1 mtti%lt LT 6 - fcf 7 
y-;^*t54ng, ^2^tiiifei:LT 5 - tf^\/-;P#:*t 

6-tr^y-;i/#: 

1 H-NMR (CDC 1 3 ) (5 (ppm) : 0.85(3H, t, J=7.4Hz), 1. 52 (2H, 
40 q, J=7.4Hz),3.32(2H, t, J=6. 6Hz), 3. 65 (2H, t f J=5.2Hz), 
4. 23 (2H, t, J=5. 2Hz), 7. 17 (2H, m), 7. 22 (1H, dd, J=l. 6Hz, 
8. 4Hz) , 7. 28 (1H, m) , 7. 43-7. 47 (2H, m) , 7. 74-7. 76 (2H, 
m),7.96(lH, s) 

5-t:^y-;i/# 

1 H-NMR (CDC 1 3 ) d (ppm) : 0. 87 (3H, t, J=7.4Hz), 1. 55 (2H, 
q, J=7.4Hz),3. 37 (2H, t, J=6.2Hz), 3. 77 (2H, t, J=5. 1Hz), 
4. 33 (2H, t , J=5. 1Hz) , 6. 98-7. 03 (2H, m) , 7. 19 (1H, dd, J= 
1. 5Hz, 8. 4Hz) , 7. 35(1H, d, J=8. 4Hz) , 7. 34-7. 46(1H, m) , 
7. 74 (IB, d, J=7. 5Hz) , 8. 00 (1H, s) 

50 [0268] mmms 0 



-935- 



* 



57 

l-X^JVttX^fy-G- C3- (4-7WD7X 



-;W - iH-tr^y- 




4— f;W ^>x-r^/ 


-J]/ 






l -x^l/^x?^- 


5 - 


[3- (4-7MU7X 






4— f;W *>X<i*#V 



[0 2 6 9] 
Hfcl 0 3] 




[0 2 7 0] HJ&0S2 6<Dfc&%) (400mg) &jB»%lfc 
«5 9 tH«fcLT6-lf5y-JP*26ii«, 5-K7!/ 
-;i/#27mg&* r X<K@# <h 5 tlfc. 

1 H-NMR(CDC1 s ) <5 (ppm) : 1. 23 (3H, t, J=7. 5Hz), 2. 47 (2H, 
q, J=7. 5Hz) , 2. 97 (2H, t , J=7. 0Hz) , 4. 37 (2H, t , J=7. 0Hz) , 
6. 99-7. 03(2H, m), 7. 21 (1H, dd, J=l. 5Hz, 8. 4Hz) , 7. 33(1 
H, d, J=8. 4Hz) , 7. 42-7. 45 (2H, m) , 7. 74 (lfl, s) , 7. 76(1H, 
s), 7. 97 (IB, s) 

'H-NMR (CDCh) 6 (ppm) : L22(3H, t, J=7.4ffz),2.47(2H, 
q, 1=7. 4Hz) , 2. 96 (2H, t, J=7. OHz) , 4. 37 (2H, t, J=7. OHz) , 
6. 93-6. 98 (2H, oO , 7. 21 (IB, dd, J=l. 5Hz, 8. 4Hz) , 7. 33 (1 
H, d, J=8. 4Hz), 7. 41-7. 45 (2H, m) , 7. 68 (lfl, s), 7. 75 (lfl, 
d, J=1.5Hz),7.98(lH,s) 
[0 2 7 1] *J6096 1 



1 - xh+^JI/fcWW- 


6- 


[3 


- (4-7)1 






4- 












l -x h+->*;v#x;i/^^;i/- 


5- 


C3 


- (4-7)V 


tP7i'JW -1H-¥?V- 




4- 


•fJM ^>X 



[0 2 7 2] 
Wfcl 0 4] 




[0 2 7 3] $mm2 6 (Dit^ty) (500mg) Srffl^gJS 
US 9 tra«lCLT6-t!^y-;^n30nig, 5 -If 
7>/-)imn20wg&*7*)V7 77>ft®&tLT%t> 

'H-NMRCCDCls) 6 (ppm) : 1.26(3H, t, J=7. lflz),4.21(2H, 
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q, J=7. 1Hz) ; 4. 80(2H, s) , 6. 89-7. 03(2H, m) , 7. 18-7. 19 
(1H, m), 7. 25 (lfl, dd, J=l. 5Hz, 8. 2Hz), 7. 42-7. 45 (2S, m), 
7. 72 (lfl, s) , 7. 76 (lfl, d, 1=8. 2flz), 7. 93 (lfl, s) , 

l H-NMR(CDCl«) 5 (ppm), 1.29(3fl, t, J=7. lHz),4.27(2B, 
q, J=7. 1Hz) , 4. 90 (2fl, s) , 6. 98-7. 03 (2fl, m) , 7. 22 (lfl, dd, 
J=l. 5Hz, 8. 2Hz), 7. 25 (IB, s), 7. 42-7. 45 (2H, m), 7. 73(1 
H,s),7.76(lfl,br,s),7.94(lH,s) 

[0 2 7 4] mmw6 2 

10 6- (2-y7/-2- (2-fXZJl.) X5^x;i/] 
-f 3^/ CI, 2-a) KU^> 
[0 2 7 5] 
[ftl 0 5] 




[0 2 7 6] *f 2-a]e'Jy>-6-M 
#^y7^ft H294mgi:?^7x>- 2 -7ir h- h 
20 U ;U255mg£X^ / -MOml \Z&mZ#2Z%j- b U 

^^r>-hco/^y-;psmimi^ini^ gi&Tiis 

n v h ^ 5 7 4 - (CHC1 3 /MeOH=100/l) t , 

300mg) o 

'H-NWKCDCU) <5 (ppm) : 7.10(lfl,dd, J=4. 0, 5. 2Hz) , 7. 28 
(1H, br, s) , 7. 35 (1H, dd, J=l. 2, 5. 2Hz) , 7. 41 (lfl, dd, J=l. 
2, 4. OHz) , 7. 67 (lfl, m) , 7. 69 (lfl, br, s, J=9. 6Hz) , 7. 71 (lfl, 
d, J=l. 6Hz) , 7. 74 (lfl, dd, J=l. 6, 9. 6Hz) , 8. 68 (lfl, m) 

30 [0277] fzmwe 3 

6 - C3 — (2-^XXJl/) -lH-\f.y^—)V~A- 
<iM <i^J CI, 2-a) bfUS?> 

[0 2 7 8] 

[ftl0 6] 




40 [0 2 7 9] h*)**)Vi/*))VV7 s /*9> (*D10%n 
. -s\*V>mW 3. 08ml <Z)THF 6 ml 78*0 KIT n 
-^;i/U^A (1.6mol/l : n-^*1*>igfi» 2.24 

2 <b{k&m00mV>TW 6 m!^&£20#?WTirFU & 

= £AJWSftin*., ^DD^>50miT«fflb*:o # 

A7UU HOTHF**5Bl*iBI^ SfifcT 1 l$IB«# 
50 Lfzo *5mlS:lin^, ^JEETtCTHFSrSST^ a® 
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#&u&. cn*a^ *«, cH2Ci 2 -iPE<fco 

(iR*81mg) . 
olp.:214M25C 
MS:267(MH + ) 

1 H-NMR(CDC1 3 ) <5 (ppm) : 7. 10 (1H, dd, J=3. 6, 5. 2Hz) , 7. 09 
OH, dd, 1=0. 8, 3. 6Hz) , 7. 19 (IB, dd, J=2. 0, 9. 2Hz) , 7. 31 (1 
H, dd, J=0. 8, 5. 2Hz) , 7. 58 (1H, s) , 7. 63 (1H, d, J=9. 2Hz) , 7. 
66 (IB, d, J=l. 2Hz) , 7. 69 (1H, s) , 8. 16 (lfi, m) 

[0 2 8 0] *ISW6 4 i0 
6- (2-y77-2- Xf^;l/) 
-f$^/ CI, 2-a] fc?uy> 

[0 2 8 1] 

Mfcl 0 7] 




[0 2 8 2] -f CI, 2-a] KU^>-6-* 2? 

^tf+^y^xfc H293mg^:^7x>- 3 -7ir 
h U ;P270mg£X^ /-^10ml tcS*Sii:28%^ h U 9 
A^^^-hCD^^/-;^mimlSlinx, MT1 

^ n T h if 9 y 4 - (CHC 1 3 /MeOH= 100/1) \Z T«St* £ 

(JRS400mg) o 

1 H-NMR(CDCi 3 ) 5 (ppm) : 7. 36(lfl, s), 7. 37(lfl, dd, J=l. 2, 
4. 8Hz) , 7. 44 (1H, dd, J=2. 8, 4. 8Hz) , 7. 63 (1H, dd, J=l. 2, 2. 
8Hz) , 7. 67 (lfl, br, s) , 7. 69-7. 72 (3H, m) , 8. 71 (1H, br, s) 30 
[0 2 8 3] *i6fll6 5 

6- [3- (3 -fX^) - 1 H-tf^^/-;l/-4- 
-f JM -fSjfyf CI, 2-a) K'jy> 

[0 2 84] 

Mfcl 0 8] 




[0 2 8 5] bU^;i/vU;!/v7l/j**> (*5l0%n 

4. 4ml CD THF 8 ml fiSjStl - 78*C (Itn- 
^JWJ^A (l-6mol/l : n-^U*>^S® 3.2ml 

Oft^*40ftBgOlHF8nl«*S20»*»JTjrFL, 
^A««61njt, v^nn^^>50mlTfttHLfc« Wfif 

7du H©THF«K7.aii«iPA, aafcTn^mawu 50 



#S¥8-1 8 3 7 8 7 
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5 7 - (CHC 1 3 /MeOH=100/l) £T*»§! t St^X^ 

6 («S75mg) . 
m.p. :220~221° 
MS:267(ME + ) 

'H-NMKKCDCU) : 7.150B, dd, J=l. 6,9.2Hz), 7.20 (lfl,br, 
d, J=4.4Hz), 7. 35~7.40(2H,m), 7. 56(1H, br, s), 7. 61 (IB, 
dd, J=0. 6, 9. 2Hz) , 7. 66 (1H, br, s) , 7. 71 (1H, s) , 8. 11-8. 1 
3(lfl,m) 

[0286] nmme6 

6- [2 -v7/- 2 - (i-^^;i/brn-;^-2-—f 
)V) Xy-xjlQ CI. 2-a] hfUf^> 

[0 28 7] 
Mfcl 0 9] 




[0 2 8 8] -f5£f*/ CI, 2-a] hTU^>-6-* 
;W*y7;i/fh H366mg^ 1 2 - If U—)V 

T± h U ;Miingfix* y -;noni \zmm^^28% 

j-bvy&t^-b®*?; -jvmm. imi *ai 

S^*^A^a^h^^7^-(CHCl 3 )tCTSfiT^ 
OK»310mg) o 

1 H-NMR (CDCh) 6 (ppm) : 3. 81 (3H, s) , 6. 18 (lfl, dd, J=2. 8, 
3. 6Hz) , 6. 39 (1H, dd, J=2. 0, 3. 6Hz) , 6. 75(1H, dd, J=2. 0, 2. 
0Hz) , 7. 11 (1H, s) , 7. 66 (1H, s) , 7. 68 (1H, s) , 7. 69 (lfl, s) , 
7. 70 (lfl, d, J=l. 2Hz), 8. 67-8. 68 (1H, m) 

[0 2 8 9] mnm6 7 

6- C3- (1 -*3 L )Wu-)V-2-'t)V) - 1 H- 
fcf^y-^-4— f;» < 5 jfyf CI, 2-a] KUy 
> 

[0 2 9 0] 
[ftllO] 




H 



[0 2 9 1] hu^?;^>u;^7^^> (&10%n 

-'\*U->JgS£, TCI) 3.3ml0THF6ml^tC-78 < C^ 
Tn-^^U^A (1.6mol/l : Ti-<\tt>WK} 
2.5b1S1D^ RiaStCT20^fflS^Lfc o ^tl^JS 
09 6 6 ^fl^^lOmgOTHF 8 Bl«*£20»rtHtTWT 
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fee *«JiS#*U i*iST^^«)A«L, 

^DTh^77^f- (Cfl 2 CI 2 -MeOH=100/l) CTfclW* 
0K*70mg) o 

MS:264(MH + ) 10 
1 H-NMR (CDC 1 s ) 6 (ppm) : 3. 37 (3H, s) , 6. 25 (1H, dd, J=2. 4, 
3. 6Hz) , 6. 34 OH, dd, J=2. 0, 3. 6Hz) , 6. 76 (1H, dd, J=2. 0, 2. 
4Hz) , 7. 09 (1H, dd, J=l. 6, 9. 4Hz), 7. 50 (IB, br, s) , 7. 55(1 
H, d, J=9. 4Hz) , 7. 60 (1H. d, J=l. 6Hz) , 7. 84 (1H, s), 7. 97(1 
H, dd, J=l. 0, 1. 6Hz) 

[0 2 9 2] mfawe 8 

6- C2-->77-2- Xr—M 
-f^^/ CI, 2-a) K'jy> 
[0 2 9 3] 

[fclll] ^ 




[0 2 9 4] >f5^vT CI, 2-a) l£U5»-:.6-# 
JW^yTJbfk K440mg<h 3 - tf U $JjP7-fe h~MJ 
;V388ing&X^y-;H2mnc^$-fr28%^ h U 

«J7t;k7rX«H#tLT»Snfc OKM300mg) « 

1 H-NMR (DMSO-de ) <5 (ppm) : 7. 55 (1H, dd, J=4. 8, 8. 4Hz) , 7. 
68 (1H, s), 7. 75 (IE, d, J=9. 6Hz), 7. 95(lfl, d, J=9. 6Hz) ( 8. 1 
0-8. 16 (3H, m), 8. 63 (1H, d, J=4. 8Hz), 8. 95 (1H, d, J=2. 8H 
z),9.05(lH, br, s) 
[0 2 9 5] SUS096 9 

6- C3- (3-K'JSW -iH-tr^A-jp-4- 
-f -f^/ CI. 2-a] K'jy> 
[0 2 9 6] 40 
Mfel 1 2] 




#H¥8-18 3 78 7 

#16 8©fc-&*300ng©THF8iil*«ft20»*ttTi*T 
U **fc#fia*ft^S3.5«rllMl»Ufc. fflfnffitft 
7> : Ex£Ajgffi£jD;*L >^DO**>100oilTSltH 
L&o U l*K8vn^»)AtKS 

U &j«£W5SL£ 0 ft^nfcSS^lMxb^^Jl/ 

2«fffl«»lxfco Sfci&fcD&«£g3cU 

ft, *^A^DTh^^7<r-(CH2Ch /Me0H=100/2) fc 

^e>tXfc (W»60mg) o 
MS:262(MH + ) 

1 H-NMR (DMSO-d e ) 6 (ppm) : 7. 01 (1H, dd, M. 6, 9. 2Ez) , 7. 
34-7. 40 ( (1H, br) , 7. 52 (1H, d, J=9. 2Ez) , 7. 56 (1H, d, J=l. 
2Hz) f 7. 80 (1H, ddd, J=l. 8, 1. 8, 7. 6Hz) , 7. 90 (1H, s) , 8. 05 
-8. 10 (1H, br) , 8. 46-8. 58(2H, br) , 8. 65 (lfl, d, J=l. 6H 
z),13.30(lH,br,s) 

[0298] nnm7o 

l~^^)V-6- C2-->7/-2- (2-^X~)l) 
[0 2 9 9] 

Hti l 3] 




[0 3 0 0] 8&fl'8CDfc£tt317a& f*7x>-2 
-7-trNxhU;l/266mgSrX^y-;U2mllC^$l3:, 2 
8%^-hU»?A^5 1 ^-h(0^^/-;^mimI^aiA 
MT17.a»H«»l/fc. &Si8£9g«E£g3cU S 
&£#5A#aTh^5:7>r-(CH2Cl 2 /MeOH=100/l) IC 

^-NMRttDCh) 6 (ppm) : 3.9K3H, s) ( 7.09(lH, ddd, J=0. 
8, 4. 8, 3. 6Hz) , 7. 31 (1H, dd, J=0. 8, 4. 8Hz) , 7. 40OH, dd, J= 
0. 8, 3. 6Hz) , 7. 54 (1H, s) , 7. 63 (1H, br, d, J=8. 4Hz) , 7. 83 (1 
H, d, J=8. 4Hz), 7. 960H, s) , 8. 14(1H ( br, s) 
[0 3 0 1] $mM7 1 

1 ~^^Jl-6- C3- (2-^XXJP) - 1H-E9 

y-ji/-4->r;io ^>x-f^/-;i/ 

[0 3 0 2] 
[ftl 14] 




[0 2 9 7] bV*?-)Vi/*)fr s JT s /*9> (*5l0%n 
- / \+1f>^> TCI) 3.2nl©THF6ml««Efc-78 , Cfc 
Tn-^iJfW (1.6mol/l : n-^\+U*>^) 
2.31ISH0A, fi»S^T2<^|IMIH*l,&. ^ntC^Jfi 50 



[0 3 0 3] hU^^vU;^7V^^> (*5l0%n 
-A^tf>SM® 3. 4ml CDTHF 6 ml feWz - 78t: ICT n - 
^?;UU?^A (1.6mol/l : n-^+1f>^) 2.6ml 
ftlllA., Hfi*fcT2Q#IMi#bfc. ^n^*JS«fy7 0 
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Oft^*340iiig©THF6ml««*20»*^tTjffTb, 
9A**SJPA, S^DD**>50mlT«fflLfc o 

7DU F0THF*«7ilSilI*., gfilCT 3 BSfflJf #L 

5 7>r-(CBCls/MeOH=100/2) IdTllSLfc. CB 2 Cl 2 ck 

(iRgll6mg) o 
m. p.: 225-226*0 
MS:281(MB + ) 

1 H-NMR(DMSO-de ) 6 (ppm) : 3. 79(3H, s), 6. 86-6. 94(lfl, 
m) , 7. 16 (IB, br, d, J=7. 6Hz) , 7. 38 (lfl, br, s) , 7. 53 (IB, d, J 
=1. 6Bz) , 7. 60 (lfl, d, J=7. 6Hz) , 7. 90 (lfl, br, s) , 8. 16 (1H, 
s),13.01(lfl,br, s) 
[0 3 04] $mM7 2 

1 6 - [2-v7y-2- (4 -pi b^rz/y 

xx;io xfz;» ^>X-f ^y-Ji/ 2? 

[0 3 0 5] 
Hfcl 1 5] 




[0 3 0 6] BJ6« 8 ©ft'&ftlSOOng, 4-* h+y7 
x^;V7ir h-HJ ;l/1519mg£x^ / — ;M5ml 30 
tf, 28%^hU*?A^5 1 ^-h<O^^/-;i/^0.5ml 
ftHllA*fi"C2.5«fBa»Lfc. KJ6JKIC1N-HC1 3m 

1 H-NMR(CDCI 3 ) 6 (ppm) : 3. 87(3H, s) , 3. 92(3H, s), 6. 98(2 
H, d, J=8. 8Hz) , 7. 58 (lfl, s) , 7. 61 (lfl, dd, J=L 4, 8. 4Hz) , 7. 
64 (2H, d, J=8. 8Hz) , 7. 84 (1H, d, J=8. 4Hz) , 7. 96 (IB, s) , 8. 2 
KlH.br, d,J=1.4Hz) 40 
[0 3 0 7] $mM7 3 

l 6 - C3- (4-^ht->7xr:;P) -l 

[0 3 0 8] 
Hfcl 16] 
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[0 3 0 9] Y*)**)W)frV7*J*9> GfllOXn 
-^1*->i§i£> 1.6ml®THF3mli^fc-78tfcTn-- 
?*)W?*?h> (1.6mol/l : n-^lf^tt) 1.2ml 
fcfll*., HfiftfcT2W5MBil»bfc. ^n(C^ffi^7 2 
Oft^ftl73Bg©THF3Bl*«[ft20»*»T«Tl/> ^ 

t#fiS*«:3^61.5WIBit»lx&. &ft«ifc;7>*:X 

v^nD^^>30mlTlflWtfc« 

^^tlfcSattClM^h^^^T^-^A 
7DU H©THF**3.5nil&lin^ SflfcT2. 5B#W«# 
bfc *10«lftlOA«ETCTHFft«*"r*t, 
^Ufeo CtlfcWfc **, V&Mk* CfliCltJ:DHttB 

mg) o 

hl p. :240— 242*C 
MS:305(MT) 

1 B-NMR(DMS0-de ) 5 (ppm) : 3. 68 (3H, s) , 3. 70(3B, s) , 6. 85 
(2B, br, s) , 6. 98 (IB, dd, J=l. 6, 8. 4Bz), 7. 28 (2B, d, J=8. 8B 
z) , 7. 42 (IB, br, s) , 7. 47 (lfl, d, J=8. 4Bz), 8. 08 (IB, s) , 12. 
81-12. 89 (IB, br) 
[0310] SU60S74 

1 ~^^)V- 6 - (2-y77-2 - (4-^D^E7x 

[0311] 
Hfcl 1 7] 




[0 3 12] MfeM 8 <Z>flS-&tt297ing* 4-^7x 
-)17± hxHJ JM07mgftX* / — ;P 8 ml KB** 
it\ 28%^hU^A*?7-b0.5ml£2n];^&T5i$ 

0KS257ng) . 
m.p. :14HC 
MS:338(MH + ) 

1 B-NMR(DMS0-de) 6 (ppm) : 3.87(3B,s),7.72(4B,br,s), 
7. 78 (IB, d, J=8. 8Hz) , 7. 88 (lfl, dd, J=0. 8, 8. 8Hz) , 8. 17 (1 
B,s),8.21(lB,s),8.34(lfl,s) 
[0 3 13] HJSW7 5 

1 6 - [3- (4-7D^7x-;i/) -1H 
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[0 3 14] 
Htl-18] 




[0315] h U U )VV7V* 9 > (#510% n 10 

-A*-»>i8Jfc TCI) 2ml(OTHF5ml®^-78 < C(CT 
n-^JPJ^A (1.6fflol/l : n-^+it^ffi) 1. 
45ml H»«CT2a»WHf»U&. -ftK^JSCT 

7 4©ft^*257fflg©TBF5nl*«S20»3^tj-T»Tb» 

»*K#fiS*ft3W6 2l9mH»Ufc. &=fttKfc7>* 

Bilfe. #?>n^^^ 1 Mf h ^y^;l/T>^n^7 
A7nU FOTHP«K5ilftlDA, MCT2H» 

w&vit. nn«Hfc cH2Ch<tDSi!S 
■r*t*Hft-&«^eftisftiu-c»6nfc («ai3 

Omg) o 
m. p.: 273*0 
MS:353(MH + ) 

^-NMRCDMSO-de) 5 (ppm) : 3.76(3H, s) , 7. 01 (1H, dd, J=l. 
6, 8. 4Hz) , 7. 35 (2H, d, J=8. 4Hz) , 7. 48 (1H, br, s) , 7. 47, - 
7. 55 (2H, m), 7. 55 (2H, d, J=8. 4Hz), 8. 14 (1H, s) 

[0316] mmm7 6 

6- [2-->77-2- (4-bTUyJl/) Xt^JH 30 

[0 3 17] 
[ftll9] 




[0 3 1 8] <i$?V CI. 2-a) KU5»-6-* 40 
W+yJJI/rt: H297mg 4 - tf U i?)V7t hx U * 
.*K*630ng*X^ /-;H0Blfc«*S"&28X^- h U £ 

l*HIIW*l,fc. E**&-fc5>f h»iatfc^ K^SKct 

h -CHCb /MeOH=100/l-*100/2) fcTttlWS <k> MM; 
W7^7 7XWtlti^tl& 0K*320m 
g) . 

1 H-NMR(DMS0-de ) 6 (ppm) : 7. 68 (1H, d ( J=l. 2Hz), 7. 72(2 

H, d, J=6. 4Hz), 7. 76 (lfl, d, J=9. 6Hz), 7. 98 (1H, d, J=2.0, 9. 50 
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6Hz) , 8. 15 (1H, s) , 8. 32 (1H, s) , 8. 70 (2H, d, J=6. 4Hz), 9. 10 
(IE, br, s) 

[0319] rnmmn 

6- C3- (4-fcTU>W - lH-¥?V-)l-4- 
-t)V) 4 Cl. 2-a) tf'Jy> 

[0 3 20] 

Mfcl 2 0] 




[0 3 2 1] V^^)V^))VV7^M^> (®10%n 
-s\*V>mfc, TCI) 2.8ml©THF6ml*«t-78 , Ct 
Tn-^Jl/UfW (l.emol/1 : n-^*1*>«i» 
2.1ilftj0A» Hfi*fcT20£IB«#l/&. emote* 
M 7 6 <Dft;£$>320mgtf>THF 6 ml^^20»*HtT«T 

^-^ASMESfllA, ^^DU^^>50mlTjfifflLfc 

t^s, »ft«twffli/fc. #^n^eaiciM^h^^ 

fcTLSEmattUfc. *10mlftin;t, MJETfcTHFfcg 

*T*ttt**«£i;fc. nn«Hiu mmt, ch 

2 Ch , IPE<k t) 5 t«S^«f^®e^aa: U 

m^tlfz («S65nig) o 
Dtp. :246t: 
MS:262(MH + ) 

1 H-NMR(DMSO-de ) 5 (ppm) :6. 98(1H, dd, J=1.4, 9. 2Hz), 7. 3 
8(2H, d, J=5. 8Hz) , 7.49(1H, d, J=9. 2Hz), 7. 52 (1H, d, J=1.4 
Hz) , 7. 87 (1H, s) , 8. 47 <2H, d, J=5. 8Hz) , 8. 49 (1H, br , s) 

[0 3 2 2] W&miA 
yXfJl/ (1 - v7/X^;l/) 

[0 3 2 3] 

[fcl2 1] 

(EtO)2P -^^CN 



[0 3 2 4] 1, 2-^*h*vX*>8mHC*^fW- 
hU£A(Ca.60% in mineral oil)201mg£!K8£1*\ 
* C II ^ X 7 / * y * x 7 * * - h 887mg £ 
iDAfco *S-CH9IBB!»U&flD%, H»>fl:^^730m 

&o mms^vfth<D*mmm<D^»i<DK^z^tz 

(iRa950mg) . 

[0325] mmm7B 

1 -t^Jl- 6 - (2-y7;-l-/P^) ^> 



-940- 
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[0 3 2 6] 
[ftl2 2] 




Me 



[0 3 2 7] xh5kFn75>5n]fc#*fc:J-HJ'> 
A(Ca.60% in mineral oil)206ng*BBil3tt* 
yxf^ (l-vOVxgSJW *X**-h950mg<Z)THF 
BilSMK&HlAfc. O^Tll^fifl^LfcOft, Sfifl 
8 ©ft-&*720Bg©lHP10iBl««SlinAT, 0 TCTS £ fc 
2»BHB*U&. K«*fc*fcin*., i?9nu*9>T* 

»iuL&©ft, r3wmto*&£v&» 

§SU gjSik^200mg^t^^nfco 
1 H-NMR(CDCh) 5 (ppm) : 2.22(3H,d, J=1.6Hz),3.88(3H, 
s ) , 7. 29 (1H, dd, J=L 6, 8. 4Hz) , 7. 34-7. 38 (2H, m) , 7. 81 (1 
H, d, J=8.4Hz),7.94(lH, s) 
[0 3 2 8] *G§097 9 

1 (3-^^;l/-lH-tf^l/-;P-4 

[0 3 2 9] 
Hfcl2 3] 




[0 3 3 0] b*)*3 L )lz/V)li?7V*?> (mo%n 
-^**&>&m 2.45ml©THF5ml«*K:-781CfcTn 
-7?JWtt& <L6mol/l : n-^*ii->JiH» 1.8m 

lein*., mum\zT20ftmmwbfc o zn\znmw7 

8 CO{b^t/200mgCOTEF 5 mlB*ft20»*^tT*TL, ft 
-*t#fiS*ft38«64.5«f|IMl»L&. &Sl*g{fc7>* 

F®IHF*B7ilSilIjL fififcT2. 9#|ffltfc 

7 >f - (CHCI 3 /MeOH=100/1^100/2-*100/10) (CTfif fib 

e=l/2)fcT*l§W-*i, flMfc^tfK^ttA&UT 

(JRa80ng) o 
m. p.: 198*0 
MS:213(MH + ) 

'H-WIRdMISO-de) 6 (ppm) : 2.39(3H,s),3.83(3H,s),7.28 
(1H, dd, J=l. 6, 8. 4Hz), 7. 55 (1H, d, J=l. 6Hz), 7. 62(11 d, J 
=8. 4Hz), 8. 12 (1H, s), 12. 60 OH, br, s) 
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[0 3 3 1] *SS«S|8 0 

1-^^-6- C2-->7/-2- (2-^7x 

[0 3 3 2] 
Hfcl 2 4] 




[ 0 3 3 3 ] Ml&M 8 0>fc£4fc243K. 2-^7x 
x;P7ir h - b U ;i/302mgr&X^ y -JP 8 ml fciSfllS 
tf, 28%^hU^A^?^-h0.1ml^Jn^O < CT3^ 
^V>TfifiT4P#IB, *bT4TC-C14Rn«#U 

^ 7 >f — (CHC 1 3 on 1 y— CHC 1 3 /MeOB=100/l) ICTHSf £ 

g) o 

20 [0334] nmms 1 

l-^Jlz-6- (3- (2-^P^E7xr:;l/) -1H 

-bf^-/-;i/-4-^;i/] ^>X-r^£V-;i/ 

[0 3 3 5] 
Mbl2 5] 




^ [0 3 3 6] hU^^^>U;Vv7^^> (*5l0%n 
- > j§i&) 1. 65ml CDTHF 5 ml mm \Z - 78*C \ZT n 
-r/^VU^A (1.6mol/l : n -A^tf >*§?&) 1.2m 
1*J0^> Pa*tCT20»Wft^Lfcc CtlH^SSW8 

0 CO{fc^320mg<Z)THF3. 5mm&£20#*HtT}8TU . 

X^A^^JD^ y^DD^^>50mlTfflfflLfco * 
««£#®U fi*^KT^*^AT$a&U 

m^vtzo # ^ nfcssi: 1 Mf h 7 

A7DU H©1HP** 3 lifting £fiCT3l$|im# 

ifyy^f— (CH2 CI 2 /MeOH=100/l) fcT««l,£. CH 2 Ch 

(iRS30iig) o 
in.p. :268C 
MS:353(MH + ) 

1 H-NMR(CDC1 3 ) <5 (ppm) : 3. 70(3H, s), 7. 15(1H, dd, J=l. 6, 
8. 4Hz) , 7. 18 (IB, m) , 7. 28-7. 37 (3H, m) , 7. 66 (1H, d, J=8. 4 
Hz) , 7. 69 (1H, dd, J=l. 6, 7. 6Hz) , 7. 81 (lfl, s) , 7. 90 (lfl, s) 

50 [0 3 3 7] ^Sgfl|8 2 



I* 



(36) 
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6- [2-->77-2- (4-^DP7x 

[0 3 3 8] 
Hbl2 6] 




[0 3 3 9] fijg^ 8 (Dit&mOOmg* 4-^DD7i 
^;V7-tr hxHJ ;U291mg£x^ / — JH5ml tci§&£ 
it, 2$%i~bV?&*3 L y-h<D*i? ;-)Vmm0.l5m\ 

U aS**^Ai7DVh^^7>r-(CHCl3/WeOH=100/ 

bT»S*lft CKS480mg) . 

'H-NMKCDCls) 0 (ppm) : 3. 93 (3H, s), 7.44(2H,d, J=8.4H 
z) , 7. 62-7. 66 (3H, m) , 7. 67 (1H, s) , 7. 85 (1H> d, J=8. 4Hz) , 
7. 98 (1H, s) , 8. 23-8. 24 (IB, m) 
[0 3 4 0] *JSW8 3 

1-^^-6- C3- (4-^DD7xZJl/) -1H 

[0 34 1] 
[ft!2 7] 




[0 34 2] h»J^^;P^»j;^7^^> (»10%n 
- a. >®m 3. 95m 1 CDTHF 8 m 1 \Z - 78<C \ZTn 

(1.6moI/l : n-A+-y->^jg) 2.9m 

lftjp*., m&mzT20ftmm#Ltzo ^n\zmmms 

2 Oft-&*480ng©THF 8 ml«»*20#)WtT*TU ft 

H©1HFWK 8 ftfiiCT2.5l9ntttt 

Lfco *20ml ftilA*JETfcTHFeS*-rs t/ 

7 7 >f -(CHC Is /MeOH=100/l— 100/2) KTfSSLfco CBC 

fc («S232mg) e 
Dtp. :268t; 
MS:309(MH + ) 

1 H-NMR(DMS0-de ) 6 (ppm) : 3. 76(3H, s) , 7. 02(lfl, dd, M. 
6, 8. 4Hz) , 7. 31-7. 45 (4H, m) , 7. 48 (1H, br, s) , 8. 15 (1H, 



10 



20 



30 



40 
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s),13. 10(lH,br,s) 
[0 343] Wtmi 5 

[0 3 4 4] 4-7^/7xx;i/7i?hxMUU 
Hfcl 2 8] 



[0 3 4 5] 4-nhD7x^;l/7-feh-hU;V3.253g 
S/^/-A'30ml, THP5ml<Oji^afcS*b, 

7Ai?DVh^77^-(CHCh ~CHC 1 s /MeOH=100/l->10 
0/2) TM8 h TWMC&k * 3 3 «H* fc L Tl. 780g# 
fc. 

■H-NMRCDMSO-de) 6 (ppm) : 3.74(2H,s),5.09(2H,br.s), 
6. 56 (2H, d, 1=8. 4Hz) , 6. 96 (2H, d, J=8. 4Hz) 
[0 3 4 6] SfiMl 6 

4- (N, N-y^y^73/) 7i=^7th=m 

[0 347] 
[ftl2 9] 



JO"™ 



[0 3 4 8] 4 - 7 ^ / 7 xn;l/7ir hx HJ M. 780g 

if ? 7 * - (CHC 1 3 ) Tttfi h TMMfr&4fc * 5 5 * @# 

t lxT180mg#fco 

^-NMRdMSQ-de) 6 (ppm) : 2.85(6H, s), 3. 82(21 s), 6. 69 
(2H, d, J=8. 8Hz), 7. 11(28. d, J=8. 8Hz) 

[0349] mtmsA 

1 6 - [2-->7y-2- (4-^^^;i/7 

[0 3 5 0] 
Mfcl 3 0] 




NMe2 



[0 3 5 1] 8 0ft£ttl2U& 4- (N, N — 

y*?\«<73/) 7xx;|/7irhXh»j;H20mg$X^ 
y-;V4mlK****, 28X* h U VJ**??- h0.03 
mIS:ft3x.^mT6.5^raJt^bfe« ElSJKfc 1N-HC1 
50 O.Sailfcin*.*:©*, *«|*B*U Sit^ncr*;!/ 
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#e>nrc OKMuomg) 0 

1 H-NMR(CDC1 3 ) 6 (ppm) : 3. 02(6H, s), 3. 88(3H, s), 6. 74(2 
H, d, J=9. 2Hz), 7. 50 (1H, s), 7. 57 (2H, d, J=9. 2Hz), 7. 58(1 
H, dd, J=l. 8, 8. 4Hz) , 7. 80 (1H, d, J=8. 4Hz) , 7. 92 (IB, s) , 8. 
15(lH,br,d, J=1.8Hz) 

[0352] $mm$s 

1 ~*^)V- 6 - (3 - (4-y7^Jl/7^7xr: 

M -iH-h!77-;i/-4-fjM ^yxmyy- 

[0 3 5 3] 
Mfcl 3 1] 



NM&2 
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[0 3 5 4] YV*3 L )Vi'*))VV7V*9> (*510%n 
-'\*-tf>?§i80 1.83inl(OTHF4mlggE{C-78t:iCTn 
-y^;i/U^A (1.6mol/l : n -^\*U*>i§ii£) 1.35 

4^b^l40ngOTHF5ml^«e^20^^T}8TL'> # 

*K:#SI3*ft3&t6 4«fBH»l/fc. SSft:6i{b7>*- 
»>A**ftll0A, i^nn*^>50mlT«fflbfco 

SLfco #enfc«*IClMT-h^^;l/7>^£r:^A 
7D»J F©THF»*3ml&Jn*., gfliCT 2 PSMjf#l, 
tzo *10ml£JP;i, «ETfcTHP*B*-r*fc» £t»a* 

5 -(CH2 Ch/Acetone=l/2) fcTtMW* t, glgft 
^fe^^fi^^UT#^nfc 0K»40mg) . 
m.p. :199— 201*0 
MS:318(MH + ) 

1 H-NMR(DMS0-d e ) 5 (ppm) : 2. 85 (6H, s) , 3. 78 (3E, s) , 6. 66 
(2H, br, d, J=8. 8Hz) , 7. 05 (IB, dd, J=l. 6, 8. 4Hz) , 7. 22 (2H, 
br , d, J=8. 8Hz) , 7. 48 (IB, br, s) , 7. 51 (IB, d, J=8. 4Hz) , 8. 1 
2(lB,s) 

[0355] mmms 6 

i-*?)V-%- C2-vvv-2- (2-tf'jsw) 

[0 3 5 6] 
Htl3 2] 




[0 3 5 7] Wfcm 8 (D{fc;<&ft321mg, 2 - bf U SW7 
•fc h - h U ;l/254mg£X* y -;H2ml fc**S*, 28% 
ir h U VAt^y- h<D*9J-)immO. 1ml *HDAS 

€:*^A^nvhy^7>r-(CH2Cl2 /Me0H=100/l) £T 

t>tltz 0R»460mg) o 

1 H-NMR(DMS0-d 6 ) 6 (ppm) : 3. 88 (3B, s), 7. 43 (IB, ddd, J= 
0. 8, 4. 8, 7. 6Hz) , 7. 80 (1H, d, J=8. 4Hz) , 7. 84(1H, d, J=7. 6H 
10 z) , 7. 94 (1H, dd, J=l. 6, 7. 6Hz) , 7. 98 (1H, dd, J=l. 2, 8. 4H 
z) , 8. 27 (1H, br, s) , 8. 37 (IB, s) , 8. 61 (IB, s) , 8. 65—8. 68 
(lB,m) 

[0 3 5 8] 9mM87 

1-^)1-6- [3- -lH-tf? 

[0 3 5 9] 
Wtl3 3] 



20 




[0 3 6 0] >U^^;^>'j;^7^^> 0®10%n 
-s\3rV>mm 4. 3ml 0)mi2m\mmz - 78t: \ZX n - 

(1.6moI/l : n -^*1**>SgJBD 3.1ml 

^^fe460ngOTHF8ml^^20^HtT}STL, 

9A«Jfc«illA, v^DD^^>50mlTiftmbfco 

sit # £ nfrmmz lM^by >^e- ^ a 

7PU KOTHFStoMftai*, giBtCT 3 BSKifttfU 
&. *30Bl*an^ MJETtdTHF^SST^i, it*** 

£Dfco ein^ffl^ *«fc, 1372x2 UVVV 

^7>r-(CH2Cl 2 /Acetone=l/2)lCT«ab^: 0 CH2CI2-E 

Sftfc (JKfi289mg) o 
m.p. :239t: 
MS:276(MH + ) 

40 ! B-NMR (CDC1 3) (5 (ppm) : 3. 85 (3H, s), 7. 19 (IB, ddd, J= 
1. 4, 4. 8, 8. 0Hz) , 7. 30OH, d, J=8. 0Hz) , 7. 35(1B, dd, J=l. 
6, 8. 4Hz) , 7. 44-7. 45 (IB, m) , 7. 48 (IB, ddd, J=l. 4, 8. 0, 8. 
0Hz), 7. 69 (IB, s), 7. 83 (IB, d, J=8. 4Bz), 7. 92 (IB, s), 8. 63 
OB,br,d, J=4.8Hz)87 



50 
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f£BT s F8-1 8 3 7 8 7 



(51) int. ci. 6 owe* ifft&wmn fi masmm 

A 6 1 K 31/535 



31/54 




C 0 7 D 401/14 


2 3 1 


403/04 


2 3 1 


409/14 


2 3 1 


473/00 




473/30 




473/40 




//(C0 7D 401/14 




213:16 




, 231:12 




235:08) 




(CO 7D 403/04 




231:12 




235:08) 




(CO 7D 409/14 




231:12 




235:08 




333:10) 





(72)%wm wz mmmm mm -m. 

-fyC-103 

i f*JMBimtr3< L»6 -22- 5 
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